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ABBREVIATIONS OF UNITS

The following abbreviations are used in this report:

atmosphere atm
calorie cal
Coulomb C
degrees Celsius °C
degrees Kelvin °K
equivalent eq
gram g

Joule J
kilocalorie kcal
kilogram kg
kilojoule kJ

liter L

meter m

mole mol
milliequivalent meq
millimole mmol
micromole pimol
parts per million ppm
parts per billion ppb
square meter m?
Volt v

Degree Celsius (°C) may be converted to degree Fahrenheit (°F) by using the following equation:
°F=9/5(°C) + 32.

Degree Fahrenheit (°F) may be converted to degree Celsius (°C) by using the following equation:
°C = 5/9 (°F-32).
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User’s Guide to PHREEQC—a Computer Program for
Speciation, Reaction-Path, Advective-Transport, and
Inverse Geochemical Calculations

By David L. Parkhurst

Abstract

PHREEQC is a computer program written in the C programming language that is designed to perform a wide
variety of aqueous geochemical calculations. PHREEQC is based on an ion-association aqueous model and has
capabilities for (1) speciation and saturation-index calculations, (2) reaction-path and advective-transport calcula-
tions involving specified irreversible reactions, mixing of solutions, mineral and gas equilibria, surface-complex-
ation reactions, and ion-exchange reactions, and (3) inverse modeling, which finds sets of mineral and gas mole
transfers that account for composition differences between waters, within specified compositional uncertainties.

PHREEQC is derived from the Fortran program PHREEQE, but it has been completely rewritten in C with
the addition many new capabilities. New features include the capabilities to use redox couples to distribute redox
elements among their valence states in speciation calculations; to model ion-exchange and surface-complexation
reactions; to model reactions with a fixed-pressure, multicomponent gas phase (that is, a gas bubble); to calculate
the mass of water in the aqueous phase during reaction and transport calculations; to keep track of the moles of
minerals present in the solid phases and determine automatically the thermodynamically stable phase assemblage;
to simulate advective transport in combination with PHREEQC’s reaction-modeling capability; and to make
inverse modeling calculations that allow for uncertainties in the analytical data. The user interface is improved
through the use of a simplified approach to redox reactions, which includes explicit mole-balance equations for
hydrogen and oxygen; the use of a revised input that is modular and completely free format; and the use of mineral
names and standard chemical symbolism rather than index numbers. The use of C eliminates nearly all limitations
on array sizes, including numbers of elements, aqueous species, solutions, phases, and lengths of character strings.

A new equation solver that optimizes a set of equalities subject to both equality and inequality constraints is
used to determine the thermodynamically stable set of phases in equilibrium with a solution. A more complete
Newton-Raphson formulation, master-species switching, and scaling of the algebraic equations reduce the number
of failures of the numerical method in PHREEQC relative to PHREEQE.

This report presents the equations that are the basis for chemical equilibrium and inverse-modeling calcula-
tions in PHREEQC, describes the input for the program, and presents twelve examples that demonstrate most of
the program’s capabilities.

INTRODUCTION

PHREEQE (Parkhurst and others, 1980) has been a useful geochemical program for nearly 15 years.
PHREEQE is capable of simulating a wide range of geochemical reactions including mixing of waters, addition of
net irreversible reactions to solution, dissolving and precipitating phases to achieve equilibrium with the aqueous
phase, and effects of changing temperature. Concentrations of elements, molalities and activities of aqueous spe-
cies, pH, pe, saturation indices, and mole transfers of phases to achieve equilibrium can be calculated as a function
of specified reversible and irreversible geochemical reactions, provided sufficient thermodynamic data are avail-
able.

However, PHREEQE suffers from a number of deficiencies. As a speciation code, it lacks flexibility in defin-
ing mole balances on valence states and in distributing redox elements among their valence states. As a reaction
path code, it does not keep track of the mass of water in solution nor the moles of minerals in contact with the
solution. Surface complexation, ion exchange, or a fixed-pressure gas phase can not be modeled without program
modification. Determining reaction paths and thermodynamically stable mineral assemblages is time consuming
and tedious. The numerical method fails for some redox problems, which causes the program not to converge to
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the correct solution to the algebraic equations. Perhaps most importantly, the fixed format input and reliance on
index numbers is cumbersome and prone to errors. There are also many Fortran-imposed limits, such as limits on
the numbers of elements, aqueous species, phases, solutions, and lengths of character strings (mineral names for
instance) that are inconvenient and time consuming to modify.

Program Capabilities

PHREEQC retains the capabilities of PHREEQE and eliminates many of the deficiencies and limitations.
Mole balances for speciation calculations can be defined for any valence state or combination of valence states.
Distribution of redox elements among their valence states can be based on a specified pe or any redox couple for
which data are available. A new capability with PHREEQC allows the concentration of an element to be adjusted
to obtain equilibrium (or a specified saturation index or gas partial pressure) with a specified phase. Solution com-
positions can be specified more easily with a larger selection of concentration units and a simple method for con-
verting mass units to molal units.

In reaction-path calculations, PHREEQC is oriented more toward system equilibrium than just aqueous
equilibrium. Essentially, all of the moles of each element in the system are distributed among the aqueous phase,
pure-phases, exchange sites, and surface sites to attain system equilibrium. Mole balances on hydrogen and oxygen
allow the calculation of pe and the mass of water in the aqueous phase, which obviates the need for the special
redox convention used in PHREEQE and allows water-producing or -consuming reactions to be modeled correctly.
The diffuse double-layer model (Dzombak and Morel, 1990} and a non-electrostatic model (Davis and Kent, 1990)
have been incorporated for modeling surface-complexation reactions. Surface complexation constants from
Dzombak and Morel (1990) are included in the default databases for the program. The capability to model ion
exchange reactions has been added and exchange reactions using the Gaines-Thomas convention are included in
the default databases of the program. Exchange modeling with the Gapon convention is also possible. It is possible
to define independently any number of solution compositions, gas phases, or pure-phase, gas-phase, exchange, or
surface-complexation assemblages. During reaction calculations, any combination of these solutions, gas phases,
and assemblages can be brought together to define a system and can react to system equilibrium.

The determination of reaction paths and the stable phase assemblage has been simplified, but the capability
to solve for individual phase boundaries has been retained. A new equation solver, that allows both equality and
inequality constraints is used to determine the stable phases among a list of candidate phases. Mole transfers occur
until each candidate phase is in equilibrium with the aqueous phase or is undersaturated with the solution and the
total number of moles of the phase have been removed. Conceptually, it is not possible to produce a Gibbs’ phase
rule violation. A more complete Newton-Raphson formulation, master-species switching, and numerical scaling
have been included in PHREEQC to eliminate some, if not all, of the convergence problems in PHREEQE.

The ability to define multiple solutions and assemblages combined with the capability to determine the stable
phase assemblage, leads naturally to 1-dimensional, advective transport modeling. PHREEQC provides a simple
method for simulating the movement of solutions through a column. The initial composition of the aqueous, gas,
and solid phases within the column may be specified and the changes in composition due to advection of an infill-
ing solution and chemical reaction within the column can be modeled.

A completely new capability added to PHREEQC allows calculation of inverse models. Inverse modeling
attempts to account for the chemical changes that occur as a water evolves along a flow path (Plummer and Back,
1980; Parkhurst and others, 1982; Plummer and others, 1991, Plummer and others, 1994). Assuming two water
analyses represent starting and ending water compositions along a flow path, inverse modeling is used to calculate
the moles of minerals and gases that must enter or leave solution to account for the differences in composition.
PHREEQC allows uncertainties in the analytical data to be defined, such that inverse models are constrained to
satisfy mole balance for each element and valence state and charge balance for the solution, but only within spec-
ified uncertainties. One mode of operation finds minimal inverse models, that is, sets of minerals such that no min-
eral can be eliminated and still find mole transfers with the remaining minerals that satisfy all of the constraints;
another mode of operation finds all sets of minerals that can satisfy the constraints, even if they are not minimal.
Optionally, for each inverse model, minimum and maximum mole transfers that are consistent with the uncertain-
ties are computed individually for each mineral in the inverse model.

The input to PHREEQC is completely free format and is based on chemical symbolism. Balanced equations,
written in chemical symbols, are used to define aqueous species, exchange species, surface-complexation species,
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and pure phases, which eliminates all use of indices. At present, no interactive version of the program is available.
However, the free-format structure of the data, the use of order-independent keyword data blocks, and the rela-
tively simple syntax make it easy to generate input data sets with a standard editor. The C programing language
allows dynamic allocation of computer memory, so there are very few limitations on array sizes, string lengths, or
numbers of entities, such as solutions, phases, sets of phases, exchangers, or surface complexers that can be defined
to the program.

Program Limitations

PHREEQC is a general geochemical program and is applicable to many hydrogeochemical environments.
However, several limitations need to be considered.

Aqueous Model

PHREEQC uses ion-association and Debye Hiickel expressions to account for the non-ideality of aqueous
solutions. This type of aqueous model is adequate at low ionic strength but may break down at higher ionic
strengths (in the range of seawater and above). An attempt has been made to extend the range of applicability of
the aqueous model through the use of an ionic-strength term in the Debye Hiickel expressions. These terms have
been fit for the major ions using chloride mean-salt activity-coefficient data (Truesdell and Jones, 1974). Thus, in
sodium chloride dominated systems, the model may be reliable to higher ionic strengths. For high ionic strength
waters, the specific interaction approach to thermodynamic properties of aqueous solutions should be used (for
example, Pitzer, 1979, Harvie and Weare, 1980, Harvie and others, 1984, Plummer and others, 1988).

The other limitation of the aqueous model is lack of internal consistency in the data in the database. Most of
the log K’s and enthalpies of reaction have been taken from various literature sources. No systematic attempt has
been made to determine the aqueous model that was used to develop the log K’s or whether the aqueous model
defined by the current database file is consistent with the original experimental data. The database files provided
with the program should be considered to be preliminary. Careful selection of aqueous species and thermodynamic
data is left to the users of the program.

lon Exchange

The ion-exchange model assumes that the thermodynamic activity of an exchange species is equal to its
equivalent fraction. Other formulations use other definitions of activity, mole fraction for example, or additional
activity coefficients to convert equivalent fraction to activity (Appelo, 1994). No attempt has been made to include
other or more complicated exchange models. In many field studies, ion-exchange modeling requires experimental
data on material from the study site for appropriate model application.

Surface Complexation

PHREEQC incorporates the Dzombak and Morel (1990) diffuse double-layer and a non-electrostatic sur-
face-complexation model (Davis and Kent, 1990). Other models, including isotherms and triple- and quadru-
ple-layer models have not been included in PHREEQC.

Davis and Kent (1990) reviewed surface-complexation modeling and note theoretical problems with the
standard state for sorbed species. Other uncertainties occur in determining the number of sites, the surface area,
the composition of sorbed species, and the appropriate log K’s. In many field studies, surface-complexation mod-
eling requires experimental data on material from the study site for appropriate model application.

The capability of PHREEQC to calculate the composition of the diffuse layer (-diffuse_layer option) is ad
hoc and should be used only as a preliminary sensitivity analysis.
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Convergence Problems

PHREEQC tries to identify input errors, but it is not capable of detecting some physical impossibilities in
the chemical system that is modeled. For example, PHREEQC allows a solution to be charge balanced by addition
or removal of an element. If this element has no charged species or if charge imbalance remains even after the con-
centration of the element has been reduced to zero, then the numerical method will appear to have failed to con-
verge. Other physical impossibilities that have been encountered are (1) when a base is added to attain a fixed pH,
but in fact an acid is needed (or vice versa) and (2) when noncarbonate alkalinity exceeds the total alkalinity given
on input.

At present, the numerical method has proved to be relatively robust. Known convergence problems--cases
when the numerical method fails to find a solution to the non-linear algebraic equations--have occurred only when
physically impossible equilibria have been posed and when trying to find the stable phase assemblage among a
large number (approximately 25) minerals, each with a large number of moles (5 moles or more). It is suspected
that the latter case is caused by loss of numerical precision in working with sparingly soluble minerals (that is,
small aqueous concentrations) in systems with large total concentrations (on the order of 100 moles). Occasionally
it has been necessary to use the scaling features of the KNOBS keyword. The scaling features appear to be neces-

sary when total dissolved concentrations fall below approximately 10°1> molal.

Inverse Modeling

Inclusion of uncertainties in the process of identifying inverse models is a major advance. However, the
numerical method has shown some lack of robustness due to the way the solver handles small numbers. The option
to change the tolerance used by the solver is an attempt to remedy this problem. In addition, the inability to include
isotopic information in the modeling process is a serious limitation.

How to Obtain the Software and Manual

The latest DOS and Unix versions of the software described in this report and a Postscript file of this manual
can be obtained by anonymous ftp from the Internet address: brrerftp.cr.usgs. GOV (136.177.112.5). The files
reside in directories /geochem/pc/phreeqc and /geochem/unix/phreeqc. A typical anonymous ftp session follows:

% ftp brrerftp.cr.usgs.GOV
Name: anonymous

Password: userid @ computer (replaced with your userid and computer name)
ftp> cd geochem/pc/phreeqc (change directory)

ftp> Is (list files in directory)

phrqcsfx.exe

ftp> type binary (eliminate any ascii translation for binary files)
ftp> get phrqcsfx.exe (transfer the file)

ftp> quit (quit ftp)

Alternatively, the documentation and DOS or Unix versions of the software can be ordered from the follow-
ing address:

U.S. Geological Survey
NWIS Program Office
437 National Center
Reston, VA 22092
(703) 648-5695

Additional copies of this report are available from:
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U.S. Geological Survey

Earth Science Information Center
Open-File Reports Section

Box 25286, MS 517

Denver Federal Center

Denver, CO 80225-0046

For additional information, write to the address on page ii of this report.

Installation and Setup of the DOS Version

The self-extracting file PHRQCSFX.EXE, obtained by anonymous ftp or from the distribution diskette,
should be copied to a directory on the hard drive of the microcomputer where PHREEQC is to be set up and exe-
cuted. To retain pre-designed sub-directories during extraction, type:

PHRQCSFX -D

at the DOS prompt for the hard drive. During extraction, the executable file (PHREEQC.EXE) and database files
(PHREEQC.DAT and WATEQ4F.DAT) are extracted in the directory where PHRQCSFX.EXE was copied (here,
CAPHREEQC is used as an example). The source code is extracted in the sub-directory CAPHREEQC\SRC. The
sub-directory CAPHREEQC\EXAMPLES\ contains the files for each simulation described in the Examples
section of this manual.

To run the examples in the EXAMPLES sub-directory, it will be necessary to copy the executable and data
files (PHREEQC.EXE and PHREEQC.DAT) from the top-level directory into the EXAMPLES sub-directory. Then,
PHREEQC can be invoked from this sub-directory with any of the following commands:

phreeqc (The program will query for each of the needed files.)

phreeqc input (The input file is named input, the output file will be
named input.out and the default database file will be
used.)

phreeqc input output (The input file is named input, the output file is
named output, and the default database file will be
used.)

phreeqc input output database (All file names are specified explicitly.)

Example 1 could be run with the command: phreeqc ex1. The results of the simulation then will be found
in the file EXI.OUT.

Installation and Setup of the Unix Version

The Unix source code is identical to the DOS source code. Additional scripts and a makefile are included in
the Unix distribution. The following steps should be used to transfer, compile, and install the program on a Unix
computer.

(1) Transfer the compressed tar files to your home computer with ftp or obtain the Unix version on diskette
as described above. Be sure to use “type binary” for transferring the tar file.

(2) Uncompress the compressed tar file and extract the files with tar. The files will automatically extract into
subdirectories named bin, data, doc, src, and test. Here, “x.x” represents a version number.

% uncompress phreeqc.x.x.tar.Z
% tar -xvof phreeqc.x.x.tar

(3) Change directory into src and compile the programs using make. By default the makefile (named
src/Makefile) uses gcc as the compiler. Change the variables “CC” and “CCFLAGS” in the makefile to be consis-
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tent with the C compiler on your system if necessary. The following commands will create an executable file
named, ../bin/phreeqc.exe.

% cd src
% make

(4) Install the script to run PHREEQC. This script needs to be installed in a directory where executables are
stored. The makefile automatically edits the scripts to contain the appropriate pathnames for the data file, phre-
eqc.dat by default, and the executable file. The directory is assumed to be included in your PATH environmental
variable, so that the programs will run regardless of the directory from which they are invoked. The default direc-
tory in which the scripts are installed is $( HOME)/bin.

This command installs the script in $(HOME)/bin:

% make install
This command installs the script in the specified directory:
% make install BINDIR=/home/jdoe/local/bin

After the scripts are properly installed, they can be executed in any directory with any of the commands
described in the DOS installation section with the understanding that Unix is case sensitive. Most Unix commands
and file names are lower case. The examples from this manual can be run from the sub-directory, fest.

Purpose and Scope

The purpose of this report is to describe the theory and operation of the program PHREEQC. The scope of
the report includes the definition of the constituent equations, explanation of the transformation of these equations
into a numerical method, description of the organization of the computer code that implements the numerical
method, description of the input for the program, and presentation of a series of examples of input data sets and
model results that demonstrate many of the capabilities of the program.

EQUATIONS FOR SPECIATION AND FORWARD MODELING

In this section of the report, the algebraic equations used to define thermodynamic activities of aqueous spe-
cies, ion-exchange species, surface-complexation species, gas-phase components, and pure phases are presented.
A set of functions, denoted f, are defined that must be solved simultaneously to determine equilibrium for a given
set of conditions. Most of these functions are derived from mole-balance equations for each element, exchange
site, and surface site and from mass-action equations for each pure phase. Each function is reduced to contain a
minimum number of variables, usually, one for each element, exchange site, surface site, and pure phase. The pro-
gram uses a modified Newton-Raphson method to solve the simultaneous nonlinear equations. This method uses
the residuals of the functions and an array of partial derivatives of each function with respect the set of master vari-
ables. For clarity, the set of variables used in partial differentiation are referred to as “master variables” or “master
unknowns”. The total derivatives of each function, f, will be presented without derivation.

After all of the functions are presented, the following section presents the solution algorithm for each type
of speciation and forward model that can be solved by PHREEQC: initial solution (speciation), initial exchanger,
initial surface, and reaction or transport modeling. A table of notation is included in Attachment A. In general, lack
of a subscript or the subscript “(aq)” will refer to entities in the aqueous phase, “(e)” refers to exchangers, “(g)”
refers to gases, and “(s)” refers to surfaces.

Activities and Mass-Action Equations

In this section the activities of aqueous, exchange, and surface species are defined and the mass-action rela-
tions for each species are presented. Equations are derived from the mass-action expression for the number of
moles of each species in the chemical system in terms of the master variables. These equations are then differen-
tiated with respect to the master variables. Later, these equations for the number of moles of a species and the par-
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tial derivatives will be substituted into the constituent mole-balance, charge-balance, and phase-equilibria
functions.

Mass-Action and Activity-Coefficient Equations for Aqueous Species

PHREEQC allows speciation or equilibration with respect to a single aqueous phase. However, multiple
aqueous phases may be defined in the course of a run and an aqueous phase may be defined as a mixture of one or
more aqueous phases (see MIX keyword in data input section). The dissolved species in the aqueous phase are
assumed to be in thermodynamic equilibrium, except in initial solution calculations, when equilibrium may be
restricted to obtain only among the species of each element valence state. The unknowns for each aqueous species
are the activity, a;, activity coefficient, v,, molality, m;, and number of moles in solution, n;, of each aqueous spe-

cies, i. The following relationships apply to all aqueous species (except aqueous electrons and water itself):
a, = y;m; and n; = ml.Waq, where Waq is the mass of water in the aqueous phase.

PHREEQC rewrites all chemical equations in terms of master species. There is one master aqueous species

associated with each element (for example, Ca*? for calcium) or element valence state (for example, Fe*3 for ferric
iron) plus the activity of the hydrogen ion, the activity of the aqueous electron, and the activity of water. For PHRE-
EQC, the identity of each aqueous master species is defined with SOLUTION_MASTER_SPECIES keyword
data block. (See Description of Data Input.) The numerical method reduces the number of unknowns to be a min-
imum number of master unknowns, and iteratively refines the values of these master unknowns until a solution to
the set of algebraic equations is found. The master unknowns for aqueous solutions are the natural log of the activ-
ities of master species, the natural log of the activity of water, a H,0° the ionic strength, L, and the mass of solvent

water in an aqueous solution, W,
Equilibrium among aqueous species in an ion-association model requires that all mass-action equations for

aqueous species are satisfied. For example, the association reaction for the aqueous species CaSO, is

ca™t+s Oi- = CaSOZ. The log K for this reaction at 25°C is 2.3, which results in the following mass-action

equation:

? caso®
23 a
107 = ————4 (1)
a »na_ .
ca™* 505

In general, mass-action equations can be written as follows:
“Cr, i
K; = a]]a,™" )
m

where ¢, ; is the stoichiometric coefficient of master species m in species i. The values of c,, ; may be positive or

negative. For PHREEQC, terms on the right-hand side of an association reaction are assigned negative
coefficients and terms on the left-hand side are assigned positive coefficients. K; is an equilibrium constant that is
dependent on temperature, and m ranges over all master species. The same formalism applies to master species,
a

where the mass-action equation is simply 1 = =

m

For aqueous species the equation, derived from the mass-action expression, for the total number of moles of
species i is
m, i
m
_ _ m

n. = miWaq = KiWaq_ : 3)

l .
i
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The Newton-Raphson method uses the total derivative of the number of moles with respect to the master
unknowns. The total derivative is

dn; = n, [dln(Waq) +Zcm, dln(a,) —a%ln(yi) du]. @)

Activity coefficients of aqueous species are defined with the following equations:

logy. = —Az.z( '\/ﬁ -03 ), ©)
2Y; i\1s J;_L K
which is referred to as the Davies equation, or
Aziz«/L_L
logy, = —————+bM, ©6)

7
1+Ba; Ju

which is referred to as either the extended Debye-Hiickel equation, if b; is zero, or the WATEQ Debye-Hiickel
equation (see Truesdell and Jones, 1974), if b; is not equal to zero. A and B are constants dependent only on

o . . - . .. . . .
temperature, a; is the ion-size parameter in the extended Debye-Hiickel equation, af and b; are ion-specific

parameters fitted from mean-salt activity-coefficient data in the WATEQ Debye-Hiickel equation, and z; is the

ionic charge of aqueous species i. Unless otherwise specified in the database file or the input data set, the Davies
equation is used for charged species. For uncharged species, the first term of the activity coefficient equation is
zero, and unless otherwise specified b; is assumed to be 0.1 for all uncharged species.

The partial derivatives of these activity coefficient equations with respect to ionic strength are

aa—ulnyl. = In(10) [Az}(m -0.3)] , ™)
for the Davies equation and
ilny. = —In (10) ( Az + b.], ®)
o 2&(34’& + 1)2 '

for the extended or WATEQ Debye-Hiickel equation.

For data input to PHREEQC, the chemical equation for the mole-balance and mass-action expression, the
log K and its temperature dependence, and the activity coefficient parameters for each aqueous species are defined
through the SOLUTION_SPECIES keyword data block. Master species for elements and element valence states
are defined with the SOLUTION_MASTER_SPECIES keyword data block. Composition of a solution is
defined with the SOLUTION keyword data block. (See Description of Data Input.)

Mass-Action Equations for Exchange Species

Ion-exchange equilibria are included in the model through additional, heterogeneous mass-action equations.
PHREEQC allows multiple exchangers, termed an “exchange assemblage”, to exist in equilibrium with the aque-
ous phase. The approach uses mass-action expressions based on half-reactions between aqueous species and a fic-
tive unoccupied exchange site (Appelo and Postma, 1993) for each exchanger. This unoccupied exchange site is
the master species for the exchanger and the log of its activity is an additional master unknown. Its identity is
defined with EXCHANGE_MASTER_SPECIES keyword data block. (See Description of Data Input.) How-
ever, the master species is not included in the mole-balance equation for the exchanger, forcing its physical con-
centration to be zero. Its activity is also physically meaningless, but is such that all of the exchange sites are filled
by other exchange species.
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The unknowns for exchange calculations are the activity, a; , which is defined to be the equivalent fraction

e

in PHREEQC, and the number of moles, n; , of each exchange species, i, of exchanger e. The equivalent fraction

is the number of moles of sites occupied by an exchange species divided by the total number of exchange sites.
b .n

e i i . .
The activity of an exchange species is defined as follows: a; = —Te——f »where b, , is the number of equivalents

[4 ’e
e

of exchanger, e, occupied by the exchange species, i, and T, is the total number of exchange sites for the
exchanger, in equivalents. Note that T is the total number of equivalents of the exchanger in the system which is

not necessarily equal to the number of equivalents per kilogram of water (eq/kg H,O), because the mass of water
in the system may be more or less than 1 kg.

Equilibrium among aqueous and exchange species requires that all mass-action equations for the exchange
species are satisfied. The association reaction for the exchange species CaX, is Ca™* +2X = CaX, , where X

is the exchange master species for the default database. The use of equivalent fractions for activities and this form
for the chemical reaction is known as the Gaines-Thomas convention (Gaines and Thomas, 1953) and is the con-
vention used in the default database for PHREEQC. [It is also possible to use the Gapon convention in PHREEQC,

which uses equivalent fraction, but writes the exchange reaction as 0.5 Ca’ + X = Ca, sX . See Appelo and

Postma (1993) for more discussion.] The log K for calcium exchange in the default database file is 0.8, which
results in the following mass-action equation:

a
0.8 CaX
10° = ——22— 9)
a a
cattx

In general, mass-action equations can be written as follows:

e
K, = aieHam , (10)
m

e

where m varies over all master species, including exchange master species, ¢, ; is the stoichiometric coefficient
’e
of master species, m, in the association half reaction for exchange species i,. The values of ¢, ; may be positive
* e

or negative. For PHREEQC, terms on the right-hand side of an association reaction are assigned negative
coefficients and terms on the left-hand side are assigned positive coefficients. K , is a half-reaction selectivity

e

constant.
For an exchange species, the equation for the total number of moles of species i, is

Cm,i
e
[«
m

n o =K, D)
e e [Zie]
T
e

The natural log of the activity of the master species of the exchanger is an additional master unknown in the
numerical method. The total derivative of the number of moles of species i, with respect to the master unknowns

1S

dn; = niKZCm’ ; din (a,) . (12)
m
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For data input to PHREEQC, the chemical equation for the mole-balance and mass-action expression and
the log K and its temperature dependence for each exchange species are defined through the
EXCHANGE_SPECIES keyword data block. Exchange master species are defined with the
EXCHANGE_MASTER_SPECIES keyword data block. Number of exchange sites and exchanger composition
are defined with the EXCHANGE keyword data block. (See Description of Data Input.)

Mass-Action Equations for Surface Species

Surface-complexation processes are included in the model through additional, heterogeneous mass-action
equations, and charge-potential relations. PHREEQC allows multiple surface complexers, termed a “surface
assemblage”, to exist in equilibrium with the aqueous phase. Two formulations of the mass-action equations for
surface species are available in PHREEQC: (1) including an electrostatic potential term and (2) excluding any
potential term. The two principle differences between the formulation of exchange reactions and surface reactions
are that exchange reactions are formulated as half reactions, which causes the master species not to appear in any
mole-balance equations, and the exchange species are expected to be neutral. Surface reactions are not half-reac-
tions, so the master species is a physically real species and appears in mole-balance equations, and surface species
may be anionic, cationic, or neutral. If the Dzombak and Morel (1990) model, which includes an electrostatic
effects, is used, additional equations and mass-action terms are included because of surface charge and surface
electrostatic potential.

The basic theory for surface-complexation reactions including electrostatic potentials is presented in Dzom-
bak and Morel (1990). The theory assumes that the number of active sites, T (equivalents, eq), the specific area,

A, (meters squared per gram, mz/g), and the mass, S (g), of the surface are known. The activity of a surface species

is assumed to be equal to its molality (moles of surface species per kilogram of water, even though surface species
are conceptually in the solid phase). The two additional master unknowns are (1) the quantity,
FY
kT | FY

" 2RT’

Inay, =1Infe where F is the Faraday constant, ¥ is the potential at surface s, R is the gas con-

stant, and 7 is temperature in Kelvin and (2) the natural log of the activity of the master surface species. The iden-
tity of the master surface species is defined with SURFACE_MASTER_SPECIES keyword data block. (See
Description of Data Input.) Note that the quantity Inay, is defined with a 2 in the denominator of the term on the

right hand side. This is a different master unknown than that used in Dzombak and Morel (1990), but produces the
same results as their model because all equations are written to be consistent with this master unknown.

If “HfoOH” is used to represent a neutral surface-complexation site (“Hfo”, Hydrous ferric oxide, is used in
the default database files), the association reaction for the formation of a negatively charged site (it is an association
reaction in the sense that the defined species is on the right hand side of the equation) can be written as follows:

HfoOH — HfoO +H", (13)
and the mass-action expression including the electrostatic potential term is

FY¥

: ooyt TRT

e = _Hfo0 H , , (14)
HfoO AHfo0H

FY,

t . e ger . . RT .
where K . 1is the intrinsic equilibrium constant for the reaction, e is a factor that accounts for the work
HfoO

involved in moving a charged species (H*) away from a charged surface. In general, the equation for surface
species i, is
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int ——Cm,i Azi RTY
K; = al.sHam " le , (15)

where i is the i surface species for surface s, m varies over all master species, including surface master species,

c,, ; 1s the stoichiometric coefficient of master species, m, in the association half reaction for surface species i;.
'S

The values of ¢, . may be positive or negative. For PHREEQC, terms on the right-hand side of an association

reaction are assigned negative coefficients and terms on the left-hand side are assigned positive coefficients. K ;n ,

s

is the intrinsic equilibrium constant, and Az, is the net change in surface charge due to the formation of the

S
surface species.
For a surface species, the equation for the total number of moles of species i is

(s
_ﬁ Zis Cm’ i:
li.\v = ml.s Waq = Kl.xWaqe Ham
m (16)
2 Cm,i
= K; Waqa\PSHam
m

The total derivative of the number of moles of species i; with respect to the master unknowns is

dn; =n; [dm W) + zcm’ i din (a,,) - 2Az isdlna\},s] . (17)

m

s

The second formulation of mass-action equations for surface species excludes the electrostatic potential term
in the mass-action expression (-no_edl identifier in the SURFACE keyword data block). The equation for the
number of moles of a surface species is the same as equation 16, except the factor involving ay, does not appear.

Likewise, the total derivative of the number of moles is the same as equation 17, except the final term is absent.

For data input to PHREEQC, the chemical equation for the mole-balance and mass-action expression and
the log K and its temperature dependence of surface species are defined through the SURFACE_SPECIES key-
word data block. Surface master species or types of surface sites are defined with the
SURFACE_MASTER_SPECIES keyword data block. The number of sites, the composition of the surface, the
specific surface area, and the mass of the surface are defined with the SURFACE keyword data block. (See
Description of Data Input.)

Equations for the Newton-Raphson Method

A series of functions, denoted by f, are defined in this section. These functions describe heterogeneous equi-
librium and are derived primarily by substituting the equations for the number of moles of species (derived from
mass-action equations in the previous section) into mole- and charge-balance equations. Each function is presented
along with the total derivative with respect to the master unknowns.

Activity of Water

The activity of water is calculated from an approximation given by Garrels and Christ (1965, p. 65-66),
which is based on Raoult’s law:

ay o =1-00173 - (18)
- i

n.
i
aq
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The function, fy; ,, is defined as follows:
2

fr0 = Waq(aHzo— 1)+0.017Zni, (19)
4

and the total derivative of this function is

n

dfyy o = Waanzodln(aHzo) + (aHZO - leaqdln (W,) +0017Y dn,, (20)
i=1

The master unknown is the natural log of the activity of water.

lonic Strength

The ionic strength of the aqueous solution is a master unknown and is defined as follows:

n

1 2 1
Wo=) 7 (21)
2 i l Waq
The function, fu , 1s defined as follows:
1 2
£, = Waqu—EZzi n,, (22)
1
and the total derivative of this function is
1 2
df, = pW, din(W, ) + W, dun— 5221. dn; . (23)
4

Equations for Equilibrium with a Muiticomponent Gas Phase

Equilibrium between a multicomponent gas phase and the aqueous phase is modeled with additional, heter-
ogeneous mass-action equations. Only one gas phase can exist in equilibrium with the aqueous phase, but the gas
phase may contain multiple components. The fugacity or activity of a gas component is assumed to be equal to its
partial pressure. PHREEQC assumes the total pressure of the gas phase in equilibrium with a solution is fixed and
is specified as P,,,,;. If the sum of the partial pressures of the gas components in solution is less than P,,,,;, the gas
phase does not exist. The additional master unknown for the gas phase is the total number of moles of gas in the
gas phase (including all gas components), N,. The number of moles of a gas component, g, in the gas phase is n,-

A mass-action equation is used to relate gas-component activities (fugacities) to aqueous phase activities.
PHREEQC uses dissolution equations, in the sense that the gas component is assumed to be on the left-hand side
of the chemical reaction. For carbon dioxide, the dissolution reaction may be written as follows:

co (24)

= CO .
2(8) 2(aq)
The Henry’s law constant relates the partial pressure of the gas component to the activity of aqueous species. For
carbon dioxide, the Henry’s law constant is 1071468 and the following mass-action equation obtains at
equilibrium:

1.468

=10 aco

Pco, =

(25

2 (aq)
where P . 0, is the partial pressure calculated using activities in the aqueous phase. In general, the partial pressure

of a gas component may be written in terms of aqueous phase activities as follows:
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1 Cm,
P = K—Ham £, (26)

where Pg is the partial pressure of gas component g, calculated using activities in the aqueous phase; Kg is the

Henry’s law constant for the gas component; and c,, p is the stoichiometric coefficient of master species, m, in

]

the dissolution equation. The values of ¢, ;, may be positive or negative. For PHREEQC, terms on the left-hand

side of a dissolution reaction are assigned negative coefficients and terms on the right-hand side are assigned
positive coefficients.

At equilibrium, the number of moles of a gas component in the gas phase is equal to the partial pressure of
the gas times the total number of moles of gas in the gas phase,

_N p = Nsaspy ime 27
Mg = Neas' o = Tk G (27)
g m

The total derivative of the number of moles of a gas component in the gas phase is

dn, = PdN,, +Y Ny, Pc, dna,. (28)
m

For mole-balance equations, the numerical model treats the gas phase components in the same way that it treats

aqueous species. Thus, the terms d”g appear in the Jacobian for the mole-balance equations for each element.

The total number of moles of each element in the system includes both the number of moles in the gas phase and
the number of moles in the aqueous phase.

Apart from the new terms in mole-balance equations, the one new function for the gas phase requires that
the sum of the partial pressures of the component gases is equal to the total pressure, P, The function f,  is

total

defined as follows:

fp = Py 2P (29)
g

total

The total derivative of f, ~ with respect to the master unknowns, with the convention that positive dN,;,

total
are increases in solution concentration, is

dfp = —zzcm,ngdln(am). (30)
g m

total

For data input to PHREEQC, the mass-action equations, Henry’s law constant, and temperature dependence
of the constant for gas phases are defined with the PHASES keyword data block. Components to include in
gas-phase calculations and initial gas composition are defined with the GAS_PHASE keyword data block. (See
Description of Data Input.)

Equations for Equilibrium with Pure Phases

Equilibrium between the aqueous phase and pure phases, including single-component gas phases, is
included in the model through the addition of heterogeneous mass-action equations. PHREEQC allows multiple
pure phases, termed a pure-phase assemblage, to exist in equilibrium with the aqueous phase, subject to the limi-
tations of the Gibbs’ Phase Rule. The activity of a pure phase is assumed to be identically 1.0. The additional mas-
ter unknown for each pure phase is the number of moles of the pure phase that is present in the system, n,,, where

p refers to the p‘h phase. Terms representing the changes in the number of moles of each pure phase occur in the
mole-balance equations for elements.
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The new function corresponding to each of the new unknowns is a mass-action expression for each pure
phase. PHREEQC uses dissolution reactions, in the sense that the pure phase is on the left-hand side of the chem-
ical equation. For calcite, the dissolution reaction may be written as

CaCO, = Ca”* +COY 31)
and, using log K of 10848 and activity of the pure solid is 1.0, the resulting mass-action expression is
-8.48
calcite = 10 = aCa2+aC0§. : (32)

In general, pure-phase equilibria can be represented with the following equation:
Cm‘
Kp = Ham ?, (33)
m

where ¢ » is the stoichiometric coefficient of master species, m, in the dissolution reaction. The values of ¢, ;

may be positive or negative. For PHREEQC, terms on the left-hand side of a dissolution reaction are assigned
negative coefficients and terms on the right-hand side are assigned positive coefficients. The saturation index for
the mineral, SIp, is defined to be

C
a m,p
m
— m
SI, = log o (34)

The function used for phase equilibrium in the numerical method is

f,= (0K, + [In (10181, ) -D¢c, In(a,), (35)

where S b, target is a specified target saturation index for the phase (see keyword EQUILIBRIUM_PHASES)

and In (10) converts base-10 log to natural log. For single-component gas phases, SIp is equivalent to the

,larget
log of the partial pressure of the gas. The total derivative with respect to the master unknowns is

df, = ¢, ,dn(a,). (36)

For data input to PHREEQC, the mass-action equations, equilibrium constant, and temperature dependence
of the constant for pure phases are defined with the PHASES keyword data block. Initial composition of a
pure-phase assemblage is defined with the EQUILIBRIUM_PHASES keyword data block. (See Description of
Data Input.)

Mole-Balance Equation for a Surface
Mole balance for a surface site is a special case of the general mole-balance equation. The total number of
moles of a surface site is specified by input to the model. The sum of the moles of all of the surface species for the

site must equal the total number of moles of surface sites. The following function is derived from the mole-balance
relation for a surface site:

fo=To= Dby G7
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where the value of the function, f;, is zero when mole balance is achieved, T is the number of equivalents surface
site s, and bs ; 18 the number of surface sites occupied by the surface complex. The total derivative of f; is

N
df, = _zbs’ l.xdnl.x. (38)
i\'

For data input to PHREEQC, the number of moles of each type of surface site is defined with the SURFACE
keyword data block. Surface species are defined with the SURFACE_SPECIES keyword data block. (See
Description of Data Input.)

Mole-Balance Equation for an Exchanger

Mole balance for an exchange site is a special case of the general mole-balance equation. The total number
of moles of each exchange site is specified by input to the model. The sum of the moles of all of the exchange
species for a site must equal the total number of moles of the exchange site. The following function is derived from
the mole-balance relation for an exchange site:

fe = Te*zbe,i n; s (39)

where, the value of the function, f,, is zero when mole balance is achieved, T, is the total number of exchange
sites for exchanger e, and b, ; is the number of exchange sites occupied by the exchange species. The total

[4

derivative of f, is

Ne
df, = ->'b, ; dn; - (40)
ie

For data input to PHREEQC, the number of moles of exchange sites is defined in the EXCHANGE keyword
data block. Exchange species are defined with the EXCHANGE_SPECIES data block. (See Description of Data
Input.)

Mole-Balance Equation for Alkalinity

The mole-balance equation for alkalinity is used only in speciation calculations and in inverse modeling.
Mole balance for alkalinity is a special case of the general mole-balance equation, but special definitions of coef-
ficients are needed. Alkalinity is defined as an element in PHREEQC and a master species is associated with this
element (see SOLUTION_MASTER_SPECIES keyword). In the default databases for PHREEQC, the master

species for alkalinity is C 0? . The master unknown for alkalinity is Ina , ;, , or for the default databases, Ina o
3

The total number of equivalents of alkalinity is specified by input to the model. The sum of the alkalinity
contribution of each aqueous species must equal the total number of equivalents of alkalinity. The following func-
tion is derived from the alkalinity-balance equation:

Naq

fae = Alk_szlk, i (41)

1
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where, the value of the function, f4, is zero when mole balance is achieved, T4y is the number of equivalents of
alkalinity in solution, and b, ; is alkalinity contribution of the aqueous species, eq/mol. The total derivative of

Sauk1s

N
ag
dfpy = ‘Z ba, i4n;- (42)
]
The value of T, ,, may be positive or negative. Conceptually, a measured alkalinity differs from the alkalin-

ity calculated by PHREEQC. In the default database files for PHREEQC the values of b, ,, , have been chosen

such that the reference state (b = 0) for each element or element valence state is the predominant species at

Alk, i
a pH of 4.5. It is assumed that all of the element or element valence state is converted to this predominant species
in a theoretical alkalinity titration. However, in a real alkalinity titration, significant concentrations of species of
elements and element valence states that have nonzero alkalinity contributions may exist at the endpoint of the
titration, and the extent to which this occurs causes the alkalinity calculated by PHREEQC to be a different quan-
tity than the measured alkalinity. Species that are especially susceptible to this problem are the hydroxide com-
plexes of iron and aluminum. Thus, the alkalinity of a solution as calculated by PHREEQC, though it will be
numerically equal to the measured alkalinity, is necessarily an approximation because of the assumption that a
titration totally converts elements and element valence states to their reference state. In most solutions, where the
alkalinity is derived predominantly from carbonate species, the approximation is valid.

For data input to PHREEQC, the alkalinity of each species is calculated from the association reaction for the
species, which is defined in the SOLUTION_SPECIES keyword data block, and the alkalinity contributions of
the master species, which are defined with the SOLUTION_MASTER_SPECIES keyword data block. Total
alkalinity is part of the solution composition defined with the SOLUTION keyword data block. (See Description
of Data Input.)

Mole-Balance Equations for Elements

The total number of moles of an element in the system is the sum of the number of moles initially present in
the pure-phase assemblage, aqueous phase, exchange assemblage, surface assemblage, gas phase, and diffuse lay-
ers of the surfaces. The following function is derived from the general mole-balance equation:

N, Ny, E N,
fm = Tm_zbm,pnp _zbm,ini_Ezbm, ieni -
p i e i,

4

(43)
S Ns Ng S Naq

Zzbm, ixnis—zbm, gng - Z 2 bm, ini, s’
s Qg g s i

where the value of the function, f,,, is zero when mole-balance is achieved. T, is the total number of moles of the

element in the system. E is the number of exchangers in the exchange assemblage, S is the number of surfaces in
the surface assemblage. N, is the number of phases in the pure-phase assemblage, N, is the number of aqueous

species, N, is the number of exchange species for exchanger e, N, is the number of surface species for surface s,

and N is the number of gas components. The number of moles of each entity in the system is represented by n,,

for phases in the pure-phase assemblage, n; for aqueous species, n; for the exchange species of exchanger e, n,
3

e

for surface species for surface s, n, for the gas components, and n; _ for the aqueous species in the diffuse layer

of surface s. The number of moles of element, m, per mole of each entity is represented by b,,, with an additional
subscript to define the relevant entity; b, is usually, but not always, equal to ¢, (the coefficient of the master

species for m in the mass-action equation), except for elements hydrogen and oxygen.
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To avoid solving for small differences between large numbers, the quantity in parenthesis in the previous
function is not explicitly included in the solution algorithm and the value of 7 is never actually calculated. Instead

N
14

the quantity Tm = Tm - me o is used in the function fm. Initially, Tm is calculated from the total concen-
P

tration of m in the aqueous phase, the exchange assemblage, the surface assemblage, and the gas phase:

T T + Tm, et Tm, +T 44)

m = m, aq s m, gas’
During the iterative solution to the equations, 7', is updated by the mole transfers of the pure phases:

k+1 k
Ty =Tpn+ b, dn,, (45)
p

where k refers to the iteration number. It is possible for T', to be negative in intermediate iterations, but must be

positive when equilibrium is attained.
The total derivative of the function, f,,,, is

N

N, ag EN
df,, = _zbm,pdnp'_zbm, idni—zzb”" iednie'—
p i e I

N 1Vx Ng S Naq (46)
=330, j dn; - Shn gdng—zz b, idn;
s g g s i

For data input to PHREEQC, total moles of elements are defined initially through keyword data input and
speciation, initial exchange, and initial surface calculations. Moles of elements are initially defined for an aqueous

phase (Tm’ aq) with the SOLUTION keyword data block, for an exchange assemblage (Tm’ ) with the
EXCHANGE keyword data block, for a surface assemblage (Tm’ ;) with the SURFACE keyword data block, for
the gas phase (Tm, ;) witha GAS_PHASE keyword data block. The number of moles of each phase in a pure phase
assemblage (np) is defined with the EQUILIBRIUM_PHASES keyword data block. Total moles of elements and

total moles of pure phases may be modified by reaction calculations. (See Description of Data Input.)

Aqueous Charge-Balance Equation

The charge-balance equation sums the ionic charges of aqueous species and, in some cases, the charge imbal-
ances developed on surfaces. For generality, net charge on an exchanger is also included in the derivation, though
it is not justified by the theoretical framework. When specified, a charge-balance equation is used in initial solution
calculations to adjust the pH or the activity of a master species (and consequently the total concentration of an ele-
ment or element valence state) to produce electroneutrality in the solution. The charge-balance equation is used to
calculate pH in reaction and transport simulations.

In real solutions, the sum of the equivalents of anions and cations must be zero. However, analytical errors
and unanalyzed constituents in chemical analyses generally cause electrical imbalances to be calculated for solu-
tions. If a charge imbalance is calculated for an initial solution, the pH is adjusted in subsequent reaction or trans-
port simulations to maintain the same charge imbalance. If mixing is performed, the charge imbalance for the
reaction step is the sum of the charge imbalances of each solution weighted by its mixing factor. If a surface is used
in a simulation and the explicit diffuse-layer calculation is not specified, then the formation of charged surface spe-
cies will result in a charged surface. Similarly, if exchange species are not electrically neutral (all exchange species
in the default database are electrically neutral), the exchanger will accumulate a charge. These charge imbalances
must be included in the charge-balance equation to calculate the correct pH in reaction and transport simulations.
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In general, the charge imbalance for a solution is calculated at the end of the initial solution calculation and at the
end of each reaction and transport simulation with the following equation:

N,,
T, , = D.%n 7)
i

where z; is the charge on the aqueous species and 7  is the charge imbalance for aqueous phase g. If charged
(4 2,9 g q p q

surfaces or exchangers are not present, the charge imbalance for a solution at the end of a simulation will be the
same as at the beginning of the simulation.

The charge imbalance on a surface is calculated at the end of the initial surface calculation and at the end of
each reaction and transport simulation with the following equation:

NS
T,o= X (48)
i\'

where T, , is the charge imbalance for the surface, and z; is the charge on the surface species i of surface s. If the
composition of the diffuse layer is explicitly included in the calculation (-diffuse_layer in SURFACE keyword
data block), then each solution should be charge balanced using one of the charge balance options, and T, ( wil

equal to zero.

Normally, exchange species have no net charge, but for generality, this is not required. However, the activity
of exchange species (the equivalent fraction) is not well defined if the sum of the charged species is not equal to
the total number of equivalents of exchange sites (exchange capacity). If charged exchange species exist, then the
charge imbalance on an exchanger is calculated at the end of the initial exchange calculation and at the end of each
reaction and transport simulation with the following equation:

Ne
T, = 2am, 49)
i

where Tz . 1s the charge imbalance for the exchanger, and z, is the charge on the exchange species i of exchanger
’ e

e.
The charge imbalance for the system is defined at the beginning of each reaction or transport simulation with
the following equation:

Q S E
T, = Zaqu,qwu ZT“+ T, . (50)
q S

e

where T, is the charge imbalance for the system, Q is the number of aqueous phases that are mixed in the reaction
or transport step, o, is the mixing fraction for aqueous phase q.
The charge-balance function is
s N

N’”I E Ne
fo=T,- 22,-",- - ZZZ;Y";‘, - ZZzieni, (5D
i s e i

where f, 1s zero when charge balance has been achieved and the double summation for surfaces is present only if

the diffuse-layer composition is not explicitly calculated. The total derivative of f, is
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s N

Ny EN,
dfZ = Zzidni_Zzzixdnifz Ziednie’ (52)
i s is ) e I

and, again, the double summation for surfaces is present only if the diffuse-layer composition is not explicitly
calculated.

For data input to PHREEQC, charge imbalance is defined by data input for SOLUTION, EXCHANGE,
and SURFACE keyword data blocks combined with speciation, initial exchange, and initial surface calculations.
The charge on a species is defined in the balanced chemical reaction that defines the species in
SOLUTION_SPECIES, EXCHANGE_SPECIES, or SURFACE_SPECIES keyword data blocks. (See
Description of Data Input.)

Surface Charge-Potential Equation without Explicit Calculation of the Diffuse-Layer Composition

By default, PHREEQC uses the approach described by Dzombak and Morel (1990) to relate the charge accu-
mulated on the surface with the potential at the surface, ¥ . The surface-charge density is the amount of charge

per area of surface material, which can be calculated from the distribution of surface species as follows:

N

F

%= sszzis”ix’ (53)
4

where G is the charge density for surface s in coulombs per square meter (C/m?), F is the Faraday constant in

coulomb per mole (96,485 C/mol), A; is the specific area of the surface material (mzlg), and S; is the mass of

surface material (g). At 25°C, the surface-charge density is related to the electrical potential at the surface by the
following equation involving the hyperbolic sine:

= 0.1174 24 h(vos) 54
c, =0. U sin RT (54)

where v is the valence of a symmetric electrolyte, L is the ionic strength, F is the Faraday constant in kilojoules

per volt-equivalent (kJ vl eq'l, which equals C/mol), ¥ is the potential at the surface in volts, R is the gas

constant (8.314 J mol™! °K™1), and T is in Kelvin. The following assumptions apply to equation 54: (1) Although

strictly valid only at 25°C, the constant 0.1174 is used at all temperatures, and (2) the valence of the electrolyte is
assumed to be 1. See the following sections, Surface Charge-Potential Equation with Explicit Calculation of the
Diffuse-Layer Composition and Non-Electrostatic Surface-Complexation Modeling, for alternate formulations of
surface-complexation modeling.

The charge-potential function is defined as follows:

1

- Fw
fo = o.1174u2sinh(2m{)—i2zi n . (55)

and the total derivative of this function is

01174 3 . (FV Fy F ¥
dfy = =5—K smh(ﬁ;—;—,jdu+0.ll74cosh(ﬁ—; dinay - 7= z;dn; . (56)
: s AS &
i

\)

For data input to PHREEQC, calculation without an explicit diffuse layer is the default. Specific surface area
(A,) and mass of surface (S ) are defined in the SURFACE keyword data block. The charge on a surface species
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is defined in the balanced chemical reaction that defines the species in the SURFACE_SPECIES keyword data
block. (See Description of Data Input.)

Surface Charge-Balance Equation with Explicit Calculation of the Diffuse-Layer Composition

As an alternative to the previous model for the surface charge-potential relation, PHREEQC optionally will
use the approach developed by Borkovec and Westall (1983). Their development solves the Poisson-Boltzmann
equation to determine surface excesses of ions in the diffuse layer at the oxide-electrolyte interface. Throughout
the derivation that follows, it is assumed that a volume of one liter (L) contains 1 kg of water.

The surface excess is defined to be

Ly = I(c,- (x) —c?)dx, (57)
X4
where T'; = is the surface excess in mol m?, x 4 s is the location of the outer Helmholtz plane, c; (x) is

concentration as a function of distance from the surface in mol m‘3, and c? is the concentration in the bulk
solution. The surface excess is related to concentration in the reference state of 1.0 kg of water,

m, = AST; (58)

s s i, s?

where m; _ is the surface excess of aqueous species i in mol/kg water. This surface-excess concentration can be
related to the concentration in the bulk solution by

m; s = & sMis (59
where g, _ is a function of the potential at the surface and the concentrations and charges of all ions in the bulk
solution:

Z.
xd, s LX L 1 )
g, = ASsen (X-Do [ — —=dX, (60)
1 2 2 )
[X ym I(X -1 ]
l
Y
where X = ¢ RT , X d s is the value at the outer Helmholtz plane, and o = (880RT/ 2) Y /', € is the dielectric

constant for water, 78.5 (unitless), and €, is the dielectric permittivity of a vacuum, 8.854x1012C V! m'l. The

value of o at 25°C is 0.02931 [(L/mol)” 2 C m?, where L is liters, mol is moles, C is coulombs, and m is meters].
The relation between the unknown (X) used by Borkovec and Westall (1983) and the master unknown used by

PHREEQCisa, = X -

The development of Borkovec and Westall (1983) calculates only the total excess concentration in the dif-
fuse layer of each aqueous species. A problem arises in reaction and transport modeling when a solution is
removed from the surface, for example, in an advection simulation when the water in one cell advects into the next
cell. In this case, the total number of moles that remain with the surface needs to be known. In PHREEQC, an arbi-
trary assumption is made that the diffuse layer is a specified thickness and that all of the surface excess resides in
the diffuse layer. The total number of moles of an aqueous species in the diffuse layer is then the sum of the con-
tribution from the surface excess plus the bulk solution in the diffuse layer:
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n. n.
_ _ [4 13
ni, s ni, S, excess+ ni, s,aq ~ gi,stulkW + WsW ’ (61)
aq aq
where n. refers to the number of moles of aqueous species i that is present in the diffuse layer due to the

i,s,aq

contribution from the bulk solution, n refers to the number of moles that is added to the diffuse layer

I, s, excess
due to the surface excess calculation, Waq is the mass of water in the system excluding the diffuse layer, W is

the mass of water in the diffuse layer of surface s, and W, ,, = Waq + ZWS. The mass of water in the diffuse

layer is calculated from the thickness of the diffuse layer and the surface area, assuming 1 L contains 1 kg water:
W,o=ASy, (62)

where ¢_ is the thickness of the diffuse layer in meters.

The total derivative of the number of moles of an aqueous species in the diffuse layer is as follows:

W W, W, 9 (L)
8 g. PT
dnl. = ( bulk Jdn n bulk”Si, s 2RT

Wa ’W 3% —2e dlnaq,s——
1 (63)
Ws
nigi,SW_aqdlnwaq

where the second term is the partial derivative with respect to the master unknown for the potential at the surface,

8
Inay, . The partial derivative, B_Xz %, is equal to the integrand from equation 60 evaluated at x 4
3 (xi-1]
8; -
b = z , (64)
X N 1/2
2 ( i 1)
|:Xdzml X4~
l
and the partial derivative of the function g, _ with respect to the master unknown is
(F ‘{-’s)—
FY \-2 2RT z;
9%; s 9%; 5 (2RT) N —2¢ (Xd_l) 65
dlnay, x| T B N 172" (65)
s VALY
{X aoml\ X, -1
{

In the numerical method, it is computationally expensive to calculate the functions g, _, so the same

approach as Borkovec and Westall (1983) is used in PHREEQC to reduce the number of function evaluations. A
new level of iterations is added when the diffuse layer is explicitly included in the calculations. The functions and
their partial derivatives are explicitly evaluated once at the beginning of each of these diffuse-layer iterations. Dur-
ing the model iterations, which occur within the diffuse-layer iterations, the values of the functions are updated
using the following equation:

d
k+1 k &,
8 s =8 alnaq, dlnaq, , (66)
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where k refers to the model iteration number and g, _ is the value that is evaluated explicitly at the beginning of

the diffuse-layer iteration. The model iterations end when the Newton-Raphson method has converged on a
solution, however, convergence is based on the values of the functions 8 s that are estimates. Thus, diffuse-layer
iterations must continue until the values of. the functions have converged within specified tolerances, that is, the
changes in the values of the functions are small between one diffuse-layer iteration and the next.

When explicitly calculating the composition of the diffuse layer, the function involving the sinh of the poten-
tial unknown (equation 54) is replaced with a charge-balance function that includes the surface charge and the dif-
fuse-layer charge:

Ns Naq
fos= Zzz;”is + Zzi”i,s’ (67)
i i

where, the value of the function, f, , is zero when charge balance is achieved. The total derivative of the

function, fZ 50 18
Ns Naq
df, o= Dz dn; + 3 zdn, . (68)
i i
S

For data input to PHREEQC, explicit calculation of the diffuse layer is invoked using the -diffuse_layer
identifier in the SURFACE keyword data block. Specific surface area (A)) and mass of surface (S,) are also

defined in the SURFACE keyword data block. The charge on a surface species or an aqueous species is defined
in the balanced chemical reaction that defines the species in the SURFACE_SPECIES or
SOLUTION_SPECIES keyword data block. (See Description of Data Input.)

Non-Electrostatic Surface-Complexation Modeling

Davis and Kent (1990) describe a non-electrostatic surface-complexation model. In this model, the electro-
static term is ignored in the mass-action expressions for surface complexes. In addition, no surface charge balance
or surface charge versus potential relation is used; only the mole-balance equation is included for each surface site.

For data input to PHREEQC, the non-electrostatic model for a surface is invoked by using the -no_edl iden-
tifier in the SURFACE keyword data block. (See Description of Data Input.)

NUMERICAL METHOD FOR SPECIATION AND FORWARD MODELING

The formulation of any chemical equilibrium problem solved by PHREEQC is derived from the set of func-
tions denoted f in the previous sections. These include £, .. , f,, fg, fy> fH20’ FwoTor mem[, fp, f fZ , fz,s’ fu’

and f, , where f; and f,, are the simply the mole-balance functions for hydrogen and oxygen and m' refers to all

aqueous master species except H', e”, H,O and the alkalinity master species. The corresponding set of master

unknowns is Ina,, , Ina,, n , lnae_, lnaHZO, Ina,,, anaq, Ng s (or possibly Ina, . in speciation calcu-

I4 a

lations), Ina_, Ina_, (or possibly Ina, . in speciation calculations), Inay, (explicit diffuse-layer calculation), W,
H s
and Inay, (implicit diffuse-layer calculation). When the residuals of all the functions that are included for a given

calculation are equal to zero, a solution to the set of nonlinear equations has been found, and the equilibrium values
for the chemical system have been determined. (Note that some equations that are initially included in a given cal-
culation may be dropped if a pure phase or gas phase does not exist at equilibrium.) The solution technique assigns
initial values to the master variables and then uses a modification of the Newton-Raphson method iteratively to
revise the values of the master variables until a solution to the equations has been found within specified tolerances.
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For a set of equations, f; = 0, in unknowns X; the Newton-Raphson method involves iteratively revising an
initial set of values for the unknowns. Let r; = f; be the residuals of the equations for the current values of the
unknowns. The following set of equations is formulated:

afi d 69
r.=—-Y —dx..
: —Jx. J (69)
J
The set of equations is linear and can be solved simultaneously for the unknowns, dxj. New values of the
k+1 k . . .
unknowns are calculated, Xjp= K + dxj, where k refers to the iteration number, after which, new values of

the residuals are calculated. The process is repeated until the values of the residuals are less than a specified
tolerance.

Two problems arise when using the Newton-Raphson method for chemical equilibria. The first is that the
initial values of the unknowns must be sufficiently close to the equilibrium values, or the method does not con-
verge, and the second is that a singular matrix may arise in problems involving multiple phases (if the number of
phases exceeds the number allowed by the Gibbs’ Phase Rule). PHREEQC uses an optimization technique devel-
oped by Barrodale and Roberts (1980) to solve the same Newton-Raphson equations, while avoiding some of the
problems caused by singular matrices. The technique also allows inequality constraints to be added to the problem,
which are useful for constraining the total amounts of phases that can react.

The selection of initial estimates for the master unknowns is described for each type of modeling in the fol-
lowing sections. Regardless of the strategy for assigning the initial estimates, the estimates for the activities of the
master species for elements or element valence states are revised, if necessary, before the Newton-Raphson itera-
tions to produce approximate mole balance. The procedure is as follows. After the initial estimates are made, the
distribution of species is calculated and, for each element (except hydrogen and oxygen), element valence state,
exchanger, and surface. Then, the ratio of the calculated number of moles to the input number of moles is calcu-

lated. If the ratio for a master species, m, is greater than 1.5 or less than 107, then the following equation is used
to revise the value of the master unknown:
Zb N
m,i i
k+1 i

g’ " = Ina', +win L (70)

m

where w is 1.0 if the ratio is greater than 1.5 and 0.3 if the ratio is less than 107 , and k is the iteration number.
After revisions to the initial estimates, the distribution of species is calculated. The iterations continue until the
ratios are within the specified ranges, at which point the modified Newton-Raphson technique is used.

The optimization technique of Barrodale and Roberts (1980) is a modification of the simplex linear program-
ming algorithm that performs an L1 optimization (minimize sum of absolute values) on a set of linear equations
subject to equality and inequality constraints. The general problem can be posed with the following matrix equa-
tions:

AX = B
CX =D (71)
EX<F .

is a minimum, where { is the index of

The first matrix equation is minimized in the sense that Z‘bi - Zai P
i J

rows and j is the index for columns, subject to the equality constraints of the second matrix equation and the
inequality constraints of the third matrix equation.

The approach of PHREEQC is to include some of the Newton-Raphson equations (eq. 69) in the optimiza-
tion equations (first matrix equation above), rather than include all of the Newton-Raphson equations as equalities
(second matrix equation above). Equations that are included in the A matrix may not be solved for exact equality
at a given iteration, but will be optimized in the sense given above. Thus, at a given iteration, an approximate math-

NUMERICAL METHOD FOR SPECIATION AND FORWARD MODELING 23



ematical solution to the set of Newton-Raphson equations can be found even if no exact equality solution exists,
for example when direct application of the Newton-Raphson approach would result in unsolvable singular matri-
ces.

After a solution to the equations, with equality and inequality constraints, is returned by the solver, the
results, which are the size of the changes to the master unknowns, are checked to make sure that the values of the
variables do not change too fast, as specified by default criteria in the program (or specified by the KNOBS key-
word). If the criteria are not met, then the changes to the unknowns, except the mole transfers of pure phases, are
decreased proportionately to satisfy all the criteria. Pure-phase mole transfers are not altered except to produce
nonnegative values for the total moles of the pure phases. If all of the changes to the unknowns are small (as spec-
ified by convergence criteria within the program), the problem is solved. Otherwise, after suitable changes to the
unknowns have been calculated, the master unknowns are updated, new molalities and activities of all the aqueous,
exchange, and surface species are calculated, and residuals for all of the functions are calculated. The residuals are
tested for convergence, and a new iteration is begun if convergence has not been attained.

Application to Agueous Speciation Calculations

A limited set of equations is included in aqueous speciation calculations. Assuming pH and pe are known,
the Newton-Raphson equations are derived from the functions S Ty - and fu, which are equations for mole
2

balance for elements or element valence states, activity of water, and ionic strength. Mole-balance equations for
hydrogen and oxygen are not included, because the total masses of hydrogen and oxygen generally are not known.
Instead, the mass of water is assumed to be 1.0 kg and the total masses of hydrogen and oxygen are calculated after
the speciation calculation has been completed. An additional mole-balance equation for alkalinity, f, ,, , may be

included to calculate Ina, ;, and the total molality of the element associated with alkalinity (carbon in the default

database). A charge-balance equation, fz , may be included to calculate the lnaH+ that produces charge balance in
the solution or a phase-equilibrium equation, fp, may be included to calculate 1naH+ that produces a target satu-

ration index for the phase. In either of these last two cases, the pH of the solution is calculated and will not equal

the input pH. A charge-balance equation, f , may be included to calculate the Ina _ that produces charge balance
e

in the solution (not recommended) or a phase-equilibrium equation, f may be included to calculate lna that

produces a target saturation index for the phase. In either of these last two cases, the pe of the solution is calculated
and will not equal the input pe. A charge-balance equation, f,, may be specified to replace a mole-balance equa-

tion, f, ., in which case, Ina, . is adjusted to produce charge balance for the solution. A phase-equilibrium equa-
tion, fp may be specified to replace a mole-balance equation, f, ., in which case, Ina, . is adjusted to produce a

target saturation index for the phase. If a mole-balance equation is replaced by either the charge-balance equation
or a phase-equilibrium equation, then the total amount of the element or valence state in the speciated solution will
be calculated and will not equal the input concentration.
If the problem definition contains a mole-balance equation for both carbon [or carbon(+4)] and alkalinity,
then the two master unknowns associated with these equations are lna Ak = lnaco_2 (for the default database
3

files) and Ina . In this case, the pH will be calculated in the speciation calculation and will not be equal to the

.
input pH.

For speciation calculations, if the alkalinity mole-balance equation is included in the problem formulation,
it is included as the only optimization equation for the solver. All other equations are included as equality con-
straints. No inequality constraints are included for speciation calculations.

The redox options for aqueous speciation calculations are determined by the mass-action expressions used
for aqueous species. By default, whenever a value of the activity of the electron is needed to calculate the molality
or activity of an aqueous species, the input pe is used. If a default redox couple is given (-redox) or a redox couple
is specified for an element (or combination of element valence states) (see SOLUTION keyword), then the
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mass-action expression for each aqueous species of the redox element is rewritten to remove the activity of the
electron from the expression and replace it with the activities of the redox couple. For example, if iron (Fe) is to

be distributed using the sulfate-sulfide redox couple [S(+6)/S(-2)], then the original chemical reaction for Fe*3:

Fe™ = FeP 1 e (72)
would be rewritten using the association reaction for sulfide,
SO, +9H" +8¢ = HS +4H,0, (73)
to produce the following chemical reaction that does not include electrons:
+2 1,2 9 .+ +3 1,4 1
Fe +§S04 +§H = Fe +§HS +-2—H20 . (74)

The mass-action expression for this final reaction would be used as the mass-action expression for the species

F e+3 , and the differential for the change in the number of moles of F e+5 , dn would also be based on this

e+3 ’
mass-action expression. However, the original mass-action expression (based on equation 72) is used to

. N . . . 3
determine the mole-balance equations in which the term a'nF ,3 appears, that is, the species F ¢ would appear
e

in the mole-balance equation for iron, but not in the mole-balance equations for S(+6) or S(-2).

By default, if a saturation-index calculation requires a value for pe (or activity of the electron), then the input
pe is used. If a default redox couple has been defined (-redox), then the dissolution reaction for the phase is rewrit-
ten as above to eliminate the activity of the electron and replace it with the activities of the redox couple.

The set of master unknowns may change for redox elements during a calculation. The process, which is
termed “basis switching”, occurs if the activity of the master species which is the master unknown for a mole-bal-
ance equation becomes ten orders of magnitude smaller than the activity of another master species included in the
same mole-balance equation. In this case, all of the mass-action expressions involving the current master unknown
(including aqueous, exchange, gas, and surface species, and pure phases) are rewritten in terms of the new master
species that has the larger activity. An example of this process is, if nitrogen is present in a system that becomes
reducing, the master unknown for nitrogen would switch from nitrate, which would be present in negligible
amounts under reducing conditions, to ammonium, which would be the dominant species. Basis switching does
not affect the ultimate equilibrium distribution of species, but it does speed calculations and avoid numerical prob-
lems in dealing with small concentrations.

Initial values for the master unknowns are estimated and then revised according to the strategy described in
the previous section. For initial solution calculations, the input values for pH and pe are used as initial estimates.
The mass of water is 1.0 kg, and the activity of water is estimated to be 1.0. Ionic strength is estimated assuming
the master species are the only species present and their concentrations are equal to the input concentrations (con-
verted to units of molality). The activity of the master species of elements (except hydrogen and oxygen) and ele-
ment valence states are set equal to the input concentration (converted to molality). If the charge-balance equation
or a phase-equilibrium equation is used in place of the mole-balance equation for an element or element valence
state, then the initial activity of the master species is set equal to one thousandth of the input concentration (con-
verted to molality).

For data input to PHREEQC all options for a speciation calculation--use of an alkalinity equation;
charge-balance equation; phase-equilibrium equation to adjust pH, or the concentrations of an element or an ele-
ment valence state; and redox couples--are all defined in SOLUTION keyword data block. (See Description of
Data Input.)

Application to Initial Exchange Calculations
A limited set of equations is included in initial exchange calculations, that is, when the composition of an

exchange assemblage is defined to be that which is in equilibrium with a specified solution composition. The New-
ton-Raphson equations for the initial exchange calculation are derived fromf,, f, ., fy; ,and f}L , which are equa-
2
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tions for mole balance for each exchanger, mole balance for each element or element valence state, activity of
water, and ionic strength. For initial exchange calculations, the values of T, . include only the aqueous concentra-

tions and the mole-balance equations f, . do not contain terms for the contribution of the exchangers to the total

element concentrations. The values calculated for all quantities related to the aqueous phase are the same as for
the solution without the exchanger present. Essentially, only the values of the master unknowns of the exchange

assemblage, Ina , are adjusted to achieve mole balance for the exchanger mole-balance equations. Once mole bal-
ance is achieved, the composition of each the exchanger is known.

All equations for initial exchanger calculations are included as equality constraints in the solver. No equa-
tions are optimized and no inequality constraints are included.

An initial exchange calculation is performed only if the exchanger is defined to be in equilibrium with a spec-
ified solution. The distribution of species for this solution has already been calculated, either by an initial solution
calculation or by a reaction or transport calculation. Thus, the initial estimates of all master unknowns related to
the aqueous phase are set equal to the values from the previous distribution of species. The initial estimate of the
master unknown for each exchanger is set equal to the number of moles of exchange sites for that exchanger.

For data input to PHREEQC, definition of the initial exchange calculation is made with the EXCHANGE
keyword data block. (See Description of Data Input.)

Application to Initial Surface Calculations

A limited set of equations is included in initial surface calculations, that is, when the composition of a surface
assemblage is defined to be that which is in equilibrium with a specified solution composition. The Newton-Raph-
son equations for the initial surface calculation are derived from fs, f\I’s or fz7 o fm. , )‘H2 0’ and fu, which are equa-

tions for mole-balance equations for each type of surface site in the surface assemblage, charge-potential or charge
balance for each surface (both of these equations are excluded in the non-electrostatic model), mole balance for
each element or element valence state, activity of water, and ionic strength. For initial surface calculations, the val-
ues of T, . include only the aqueous concentrations and the corresponding mole-balance equations f, . do not con-

tain terms for the contribution of the surfaces to the total element concentrations. The values calculated for all
quantities related to the aqueous phase are the same as for the solution without the surface assemblage present.

For the explicit calculation of the diffuse layer, a charge-balance equation is used for each surface, f,  ; the

values of the master unknowns for each surface of the surface assemblage, Ina and Inay, , are adjusted to achieve
A

mole balance and charge balance for each surface. If the diffuse-layer composition is not explicitly included in the
calculation, then the charge-potential equation, fy, , is used in place of the surface charge-balance equation. If the

non-electrostatic model is used for the surface assemblage, then neither the surface charge balance nor the
charge-potential equation is included in the set of equations to be solved.

All equations for initial surface calculations are included as equality constraints in the solver. No equations
are optimized and no inequality constraints are included.

An initial surface calculation is performed only if the surface initially is defined to be in equilibrium with a
specified solution. The distribution of species for this solution has already been calculated, either by an initial solu-
tion calculation or by a reaction or transport calculation. Thus, the initial estimates of all master unknowns related
to the aqueous phase are set equal to the values from the previous distribution of species. The initial estimate of
the activity of the master species for each surface is set equal to one tenth of the number of moles of surface sites
for that surface. For explicit and implicit diffuse-layer calculations, the initial estimate of the potential unknown,
Inay, , for each surface is zero, which implies that the surface potential is zero.

s

For data input to PHREEQC, definition of the initial surface calculation is made with the SURFACE key-
word data block. (See Description of Data Input.)
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Application to Reaction and Transport Calculations

The complete set of Newton-Raphson equations that can be included in reaction and transport calculation
are derived from f,, fy;, fH20’ o To meml, fp, for fz, fz’ 5 fu, and f\},s. A mole-balance equation for alkalinity

can not be included; it is used only in initial solution calculations. All mole-balance equations are for total concen-
trations of elements, not individual valence states or combinations of individual valence states. The charge-balance

equation, f, , is always used to calculate Ina . The mole-balance equation on hydrogen, f;;, is always used to

calculate Ina _. The mole-balance equation on oxygen, f,), is always used to calculate the mass of water in the
e

system, Waq. The equation fPt » is included if a gas phase is specified and is present at equilibrium. The equations

f, are included if an exchange assemblage is specified. The equation f| is included if a surface assemblage is spec-

ified. In addition, f,, is included if an implicit diffuse-layer calculation is specified or fz , is included if an explicit
diffuse-layer calculation is specified. An equation fp is included for each pure phase that is present at equilibrium.

It is not known at the beginning of the calculation whether a particular pure phase or a gas phase will be
present at equilibrium. Thus, at each iteration, the equation for a phase is included if it has a positive number of
moles, n,> 0, or if the saturation index is calculated to be greater than the target saturation index. If the equation

is not included in the matrix, then all coefficients for the unknown dn » in the matrix are set to zero. Similarly, at
each iteration, the equation for the sum of partial pressures of gas components in the gas phase is included if the

. . -14 .
number of moles in the gas phase is greater than a small number Ngas >1x10 , or the sum of the partial pres-
sures of the gas-phase components, as calculated from the activities of aqueous species, is greater than the total
pressure. If the equation for the sum of the partial pressures of gas components in the gas phase is not included in
the matrix, then all coefficients of the unknown dN g are set to zero.

Equations f,  and fp are included as optimization equations in the solver. All other equations are included

total
as equality constraints in the solver. In addition, several inequality constraints are included in the solver: (1) the

is constrained to be nonne-

value of the residual of an optimization equation fp, which is equal to bp - Zap P~
J

gative, which maintains an estimate of saturation or undersaturation for the mineral, (2) the residual of the optimi-

zation equation for f,  is constrained to be nonnegative, which maintains a nonnegative estimate of the total gas
total

pressure, (3) the decrease in the number of moles in the gas phase, ngas , 1s constrained to be less than the number
of moles in the gas phase, Ngas , and (4) the decrease in the mass of a pure phase, dnp , is constrained to be less

than or equal to the total moles of the phase present, n,-

Initial values for the master unknowns for the aqueous phase are taken from the previous distribution of spe-
cies for the solution. If mixing of two or more solutions is involved, the initial values are the sums of the values in
the solutions, weighted by their mixing factor. If exchangers or surfaces have previously been equilibrated with a
solution, initial values are taken from the previous equilibration. If they have not been equilibrated with a solution,
the estimates of the master unknowns are the same as those used for initial exchange and initial surface calcula-
tions. Initial values for the number of moles of each phase in the pure-phase assemblage and each gas component
in the gas phase are set equal to the input values or the values from the last simulation in which they were saved.

For data input to PHREEQC, definition of reaction and transport calculations rely on many of the keyword
data blocks. Initial conditions are defined with SOLUTION, EXCHANGE, SURFACE, GAS_PHASE, and
EQUILIBRIUM_PHASES keyword data blocks. Reactions are defined with MIX, REACTION,
REACTION_TEMPERATURE, and USE keyword data blocks. Transport calculations are specified with the
TRANSPORT keyword data block. (See Description of Data Input.)
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EQUATIONS AND NUMERICAL METHOD FOR INVERSE MODELING

In inverse modeling, one aqueous solution is assumed to react with minerals and gases to produce the
observed composition of a second aqueous solution. The inverse model calculates the amounts of these gases and
minerals from the difference in elemental concentrations between the two aqueous solutions. It is also possible to
determine mixing fractions for two or more aqueous solutions and the mass transfers of minerals necessary to pro-
duce the composition of another aqueous solution. The basic approach in inverse modeling is to solve a set of linear
equalities that account for the changes in the number of moles of each element by the dissolution or precipitation
of minerals (Garrels and Mackenzie, 1967, Parkhurst and others, 1982). Previous approaches have also included
an equation to conserve electrons, which forces oxidative reactions to balance reductive reactions (Plummer and
Back, 1980; Parkhurst and others, 1982; Plummer and others, 1983; Plummer, 1984; Plummer and others, 1990;
Plummer and others, 1991; and Plummer and others, 1994).

PHREEQC expands on these previous approaches by including a larger set of equations in the mole-balance
formulation and accounts for uncertainties in the analytical data. Mole-balance equations are included for (1) each
element or, for a redox-active element, each valence state of the element, (2) alkalinity, (3) electrons, which allows
redox processes to be modeled, and (4) water, which allows for evaporation and dilution and accounts for water
gained or lost from minerals. In addition, because alkalinity is explicitly included in the formulation, it is possible
to include (5) a charge-balance equation for each aqueous solution.

The unknowns for this set of equations are (1) the mixing fraction of each aqueous solution O, (2) the aque-

ous mole transfers between valence states of each redox element «, (for each redox element, the number of redox
reactions is the number of valence states minus one), (3) the mole transfers of minerals and gases into or out of the
aqueous solution 0., and (4) a set of unknowns that account for uncertainties in the analytical data, Sm . Unlike

previous approaches to inverse modeling, uncertainties are assumed to be present in the analytical data, as evi-
denced by the charge imbalances found in all water analyses. Thus, the unknowns,8 o> Tepresent errors in the

number of moles of each element, element valence state, or alkalinity, m, in each aqueous solution q.
The mole-balance equations (including the unknown &’s) for elements and valence states are defined as fol-
lows:

0
Z(xq(Tm,q+8m’q) +Y e, rar+2cm’pap = 0, (75)
q 4 P

where @ indicates the number of aqueous solutions that are included in the calculation. T, g is the total number

’

of moles of element or element valence state, m, in aqueous solution g, ¢, . is the coefficient of secondary master

species m in redox reaction r, ¢, » is the coefficient of master species m in the dissolution reaction for phase p.

The last aqueous solution, number (, is assumed to be formed from mixing the first O-1 aqueous solutions, and
SO OLQ = —1.0. For PHREEQC, redox reactions are taken from the reactions for secondary master species in

SOLUTION_SPECIES input data blocks. Dissolution reactions for the phases are derived from chemical
reactions defined in PHASES and EXCHANGE_SPECIES input data blocks.

The form of the mole-balance equation for alkalinity is identical to the form of all other mole-balance equa-
tions:

o
Zaq Ty g% Oam g * chlk, P&t chlk,pap =0, (76)
q r P

where Alk refers to alkalinity. The difference between alkalinity and other mole-balance equations is in the
meaning of ¢, ,, . and ¢, . What is the contribution to the alkalinity of an aqueous solution due to aqueous

redox reactions or due to the dissolution or precipitation of phases? The alkalinity contribution is defined by the
sum of the alkalinities of the master species in a chemical reaction. PHREEQC defines c,;, . and ¢, p @

follows:
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cAlk, r - zAlkmCm, r’ 77
m
and

Camp = 2 AkyC, s (78)
m

where Alk, is the alkalinity assigned to master species m, and c,, is the stoichiometric coefficient of the master

species m in the aqueous redox reactions and the phase dissolution reactions.

The mole-balance equation for electrons assumes that no free electrons are present in any of the aqueous
solutions. Electrons may enter or leave the system through the aqueous redox reactions or through the phase dis-
solution reactions. However, the electron-balance equation requires that any electrons entering the system through
one reaction be removed from the system by another reaction:

2c8_7 rocr+ Zce_ pocp =0 (79)
b €

r

where ¢ _ represents the number of electrons released or consumed in the aqueous redox and phase dissolution
e

reactions.
The mole-balance equation for water is

e w
4. 9 -
W—afzr“cflzo, rar+§cH20,pap =0, (80)

. H,0

where GFW; , is the gram formula weight for water (approximately 0.018 kg/mol), W, 04 is the mass of water
2 ’
in aqueous solution g, ¢y  , is the stoichiometric coefficient of water in the aqueous redox reaction, and
2 y

¢H.0,p is the stoichiometric coefficient of water in the dissolution reaction for phase p.
2 b

The charge-balance equations for the aqueous solutions constrain the unknown & ’s to be such that, when the
d’s are added to the original data, charge balance is produced in each aqueous solution. The charge balance equa-
tion for an aqueous solution is as follows:

zzmsm,q = _Tz,q’ (81)
m

where T, q is the charge imbalance in aqueous solution g calculated by a speciation calculation. The summation

ranges over all elements and element valence states with non-zero concentrations and also includes a separate
term for alkalinity. For alkalinity, z Alk is defined to be -1.0. For master species of an element or valence state, m,

z,, is defined to be the charge on the master species plus the alkalinity assigned to the master species,

z,, = z,, +Alk, . Adding the alkalinity to the charge avoids double accounting of the charge contribution of the

master species. For example, the contribution of the carbonate master species to charge imbalance is zero with
this definition of Zm ; all of the contribution to charge imbalance for carbonate is included in the alkalinity term of
the summation.

This formulation of the inverse problem makes sense only if the values of the &’s are small, meaning that
the revised aqueous solution compositions (original plus &’s) do not deviate much from the original data. A set of
inequalities insure that the values of the 8’s are small. The absolute value of each & is constrained to be smaller
than a specified value, Uy g
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B, ol = m g (82)
In addition, the mixing fractions for the initial aqueous solutions (¢ < Q) are constrained to be nonnegative,

o, 20, (83)

and the final aqueous-solution mixing fraction is constrained to be -1.0 (o 0= —1.0). If phases are known only to

dissolve, or only to precipitate, the mole transfer of the phases may be constrained to be nonpositive or
nonnegative:

0,20, (84)
or
a,<0. (85)

If inorganic carbon is included in the inverse model, one additional equation is added for each aqueous solu-
tion. Unlike all other mole-balance quantities, which are assumed to vary independently, alkalinity, pH, and inor-
ganic carbon must be assumed to co-vary. The following equation is used to relate 8 values for each of these

quantities:

aC

Cq ™~ aAqu

Alk,q""'—aquSpH, 7 (86)
where the partial derivatives are evaluated numerically for each aqueous solution. Inequality constraints
(equation 82) are also included for carbon(+4), alkalinity, and pH for each aqueous solution.

The system of equations for inverse modeling as formulated is nonlinear because it includes the product of

un _ ' . . N
knowns of the form o, (Tm’ gt Sm, q) ochm’ gt ochm, g However, if the following substitution is made
Sm, q = anm, g’ (87)
then the mole-balance equations can be written as follows:
Q 0
O T g% 2m g+ 2Cm, % 2l p%, =0 (88)
q q r P
the charge-balance equation can be rewritten as follows:
szsm’ ot o7 ,=0 (89)
m
the inequality constraints can be written as follows:
<
|8m, ql - 0Cq“m, q’ (90)

and the relation among carbon(+4), pH, and alkalinity is

aC aC

Ca = FATE, Alka " GpH_PH 4 e

€
All of these equality and inequality equations are linear in the unknowns o and €, and once the values of all of

the o and € are known, the values of 8 can be easily determined from equation 87.

This formulation of the inverse-modeling problem produces a series of linear equality and inequality con-
straints that need to be satisfied. The algorithm developed by Barrodale and Roberts (1980) is used to solve this
optimization problem. Their algorithm performs an L1 optimization (minimize sum of absolute values) on a set of
linear equations subject to equality and inequality constraints. The problem can be posed with the following matrix
equations:
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AX = B

CX=D (92)
EX<F.
The first matrix equation is minimized in the sense that Z‘bi - 2% % is a minimum, where i is the index of
i J

rows and j is the index for columns, subject to the equality constraints of the second matrix equation and the
inequality constraints of the third matrix equation. The method will find a solution that minimizes the objective
functions (AX = B) or it will determine that no feasible model for the problem exists.

Initially, AX = B is set to minimize zzu—— . The equality constraints (CX = D) include all mole-bal-

q m ™4
ance, alkalinity-balance, charge-balance, electron-balance, and water-balance equations and all inorganic car-
bon-alkalinity-pH relations. The inequality constraints (EX < F') include two inequalities for each of the €’s, one

for positive and one for negative (to account for the absolute values used in the formulation), an inequality relation
for each mixing fraction for the aqueous solutions, and an inequality relation for each phase that is specified to
dissolve only or precipitate only. Application of the optimization technique will determine whether any inverse
models exist that are consistent with the constraints.

Thus, we may be able to find one set of mixing fractions and phase mole transfers (plus associated € ’s) that

satisfy the constraints. Ignoring the values of the €’s and redox mole transfers (o), let the set of nonzero o, and
o, (mixing fractions and phase mole transfers) uniquely identify an inverse model. The magnitude of the a’s is

not considered in the identity of an inverse model, only the fact that a certain set of the o ’s are nonzero. (At this

point, little significance should be placed on the exact numbers that are found, only that it is possible to account
for the observations using the stated aqueous solutions and phases.) But could other sets of aqueous solutions and
phases also produce feasible inverse models? An additional algorithm is used to find all of the unique inverse mod-
els.

Assuming P phases and O aqueous solutions, we proceed as follows: If no feasible model is found when all
Q aqueous solutions and P phases are included in the equations, we are done and no feasible models exist. If a
feasible model is found, then each of the phases in this model is sequentially removed and the remaining set of
aqueous solutions and phases is tested to see if a feasible model can be found. If a feasible model is not found when
excluding a particular phase, then it is retained in the model, else it is discarded. After each phase has been tested,
the phases that remain constitute a “minimal” model, that is, none of the phases can be removed and still obtain a
feasible model. Three lists are kept during this process, each feasible model is kept in one list, each infeasible
model is kept in another list, and each minimal model is kept in a third list.

Next, each combination of P-1 phases is tested for feasible models as follows: If the set of aqueous solutions
and phases is a subset of an infeasible model or a subset of a minimal model, the model is skipped. If only minimal
models are to be found (-minimal in INVERSE_MODELING keyword data block), the model is also skipped if
it is a superset of a minimal model. Otherwise, the inverse problem is formulated and solved using the set of aque-
ous solutions and the P-1 phases in the same way as described above, maintaining the three lists during the process.
Once all sets of P-1 phases have been tested, the process continues with sets of P-2 phases, and so on until the set
containing no phases is tested or until, for the given number of phases, every set of phases tested is either a subset
of an infeasible model or a subset of a minimal model.

At this point, the entire process is repeated using each possible combination of one or more of the Q aqueous
solutions. Although the process at first appears extremely computer intensive, most sets of phases are eliminated
by the subset and superset comparisons, which are very fast. The number of models that are formulated and solved
by the optimization methods are relatively few. Also the process has the useful feature that if no feasible models
exist, this is determined immediately with the first invocation of the optimization procedure. During all of the test-
ing, whenever a feasible model is found, it is printed to the output device or optionally, only the minimal models
are printed to the output device.

An alternative formulation of the objective functions can be used to determine the range of mole transfer for
each aqueous solution and each phase that is consistent with the specified uncertainties. For the “range” calculation
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(-range in INVERSE_MODELING keyword data block), the equations for a given model are solved twice for
each aqueous solution and phase in the model, once to determine the maximum value of the mixing fraction or
mole transfer and once to determine the minimum value of the mixing fraction or mole transfer. In these calcula-

tions, the = s are not minimized, instead, the single objective function for maximization is simply
u

o=M, (93)
and in the minimization case,

o =-M, %94)
where o refers to either o, or e, . By default, the value of M is 1000. The optimization method will try to

minimize the difference between oo and 1000 and -1000. The number 1000 should be large enough for most
calculations, but it is possible that the method will fail, causing o to be equal to 1000 instead of a true maximum,

in some evaporation problems, where a mixing fraction of greater than 1000 is conceivable. The value of M may
be changed with a parameter in the -range identifier.

For data input to PHREEQC, identifiers in the INVERSE_MODELING keyword data block are used for
the selection of aqueous solutions (-solutions), uncertainties (-uncertainties and -balances), reactants (-phases),
mole-balance equations (-balances), range calculations (-range) and minimal models (-minimal). aqueous solu-
tion compositions are defined with the SOLUTION keyword data block and reactants must be defined with
PHASES or EXCHANGE_SPECIES keyword data blocks. (See Description of Data Input.)

ORGANIZATION OF THE COMPUTER CODE

The computer code for PHREEQC is arbitrarily divided into 16 files, roughly corresponding to processing
tasks. All global variables and global structures are defined in the header file global.h. This file is included in all
of the source code files (those ending in “.c”’) except cll.c.

The main program is in the file main.c. It is very short and contains the logic for the sequence of calculations,
which occur in the following order: (1) At the beginning of the run, the database file is read. The database file usu-
ally defines the elements and mass-action expressions for all of the aqueous species and phases. Definition of spe-
cies for exchangers and surfaces may also be included in this file. (2) A simulation is read from the input data file.
(3) Any initial solution calculations are performed. (4) Any initial exchange calculations are performed. (5) Any
initial surface calculations are performed. (6) Any reaction calculations (mixing, irreversible reaction, mineral
equilibration, and others) are performed. (7) Any inverse modeling calculations are performed. And, (8) any trans-
port calculations are performed. The sequence from (2) through (6) is repeated until the end of the input file is
encountered. The subroutines that perform tasks (3) through (6) are found in the file mainsubs.c.

The file read.c is used to read both the database file and the input file. It is arranged in subroutines that read
each keyword data block. In the process of reading, memory is allocated to store the information for each keyword.
Thus, the memory used by the program grows depending on the number and type of keywords that are included in
the input file. The only restriction on the size of the program is the available memory and swap space that is phys-
ically present in the computer that is used. Chemical equations that are read from the input files are interpreted and
checked for charge and mole balance by the subroutines in parse.c.

Subroutines in the file tidy.c check and organize the data read in read.c. These subroutines sort the lists of
species, solutions, phases, pure-phase assemblages, and others, so that the order of these entities is known. They
ensure that any elements used in mass-action equations are defined to the program and that all necessary primary
and secondary master species exist. In addition, they rewrite all mass-action equations so that they contain only
primary and secondary master species. Other consistency checks and data organization for exchangers, gas phases,
pure-phase assemblages, surfaces, and inverse modeling are performed by the subroutines in this file. Also, the
selected output file is prepared for writing.

Subroutines in the file prep.c set up the equations for a calculation. The equations and unknowns that are
needed for the calculation are determined and work space to solve a matrix with this number of equations and
unknowns is allocated. All mass-action expressions are rewritten according to the master-species and redox infor-
mation for the calculation. Several lists of pointers are prepared that allow the residuals of equations, the New-
ton-Raphson array, and the change in moles of elements due to mineral mole transfers to be calculated very
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quickly. These lists are C structures that in general contain a pointer to a “source” datum in memory, a coefficient,
and another pointer to a “target” memory location. The source datum is retrieved, multiplied by the coefficient, and
added to the target memory location. Thus, for example, the molality of the species CaSO, should appear in the

mole-balance equations for calcium, sulfur, and oxygen. One of the lists is used to calculate the residuals of the
mole-balance equations. There would be three entries in this list for the species CaSO, . In all three entries, the

source datum would be a pointer to the number of moles of the species. The target memory locations would be the
variable locations where the residuals for calcium, sulfur, and oxygen mole balances are stored, and the coefficients
would be 1.0, 1.0, and 4.0, respectively. Once the entire list is generated, at each iteration, it is only necessary to
perform the multiplications and additions as described by the list to calculate the residuals of the mole-balance
equations, no extraneous calculations (multiplication by zero, for example), additional loops, or conditional state-
ments are necessary. The actual implementation uses several lists for each task to skip multiplication if the coeffi-
cient is 1.0, and to include constants that are not iteration dependent (that is, do not require the pointer to a source
datum). An additional list is generated that is used for printing. For each aqueous species, this list includes an entry
for each master species in the mass-action equation. This list is sorted by master species and concentration after
the equilibrium calculation is completed and provides all the information for aqueous, exchange, and surface spe-
cies for printing results to the output file.

The subroutines in model.c actually solve the equations that have been set up in prep.c. Initial estimates for
the master unknowns are calculated and the residuals for mole-balance equations are reduced below tolerances to
provide suitable estimates for the Newton-Raphson technique. Once suitable estimates of the master unknowns
have been found, the following iterative process occurs. (1) The residuals of the equations are tested for conver-
gence; if convergence is found, the calculation is complete. Otherwise, (2) the Newton-Raphson matrix is formu-
lated and solved (by subroutine cll, in file c//.c), (3) the master unknowns are updated, (4) activity coefficients are
calculated, (5) the distribution of species is calculated, (6) if a master species of a redox element becomes small,
basis switching may be performed. In this process, new mass-action equations are written and the lists for calcu-
lating residuals and the Newton-Raphson matrix are remade, and (7) the residuals of the equations are calculated.
Steps (1) through (7) are repeated until a solution to the equations is found or a prescribed number of iterations is
exceeded.

Following a calculation, the subroutines in print.c write data to the output file and to the selected output file.
Concentration data for species are sorted so that species are printed in descending order by concentration. The
blocks of output that are written are selected with the keywords PRINT and SELECTED_OUTPUT. If no data are
to be printed to the output file, the species sort is not needed and is not performed. If the aqueous solution, exchange
assemblage, gas phase, pure-phase assemblage, or surface assemblage is to be saved following a calculation, the
routines that perform these tasks are found in mainsubs.c.

The subroutines in step.c are used to accumulate the moles of each element before reaction and transport
calculations. Total concentrations of elements are calculated from the amounts in solution, on exchangers, in the
gas phase, and on surfaces. A check is made to ensure that all of the elements in the pure phases are included in
the list of elements with positive concentrations. If an element is in a pure phase, but not in the aqueous solution,
a small amount of the pure phase is added to the aqueous solution. If the moles of the pure phase is zero and one
of its constituent elements is not present, that pure phase is ignored in the calculations.

The subroutines that perform inverse modeling are found in inverse.c, and the subroutines that perform
advective transport modeling are found in transport.c. If explicit diffuse-layer calculations are made, the integra-
tion of the Poisson equation is performed by the subroutines in integrate.c. A few functions that are used through-
out the code are found in utilities.c. Finally, many of the manipulations of structures, including allocating space,
initializing, copying, and freeing space are performed by subroutines in the file structures.c. The subroutine
“clean_up” (in structures.c) frees all allocated memory, except for character strings, at the termination of the pro-
gram.

For efficiency, a hash table of character strings is kept by the program. Each character string, including ele-
ment names, species names, phase names, and others, is stored only once. All references to the same string then
point to the same memory location. Thus, for example, a comparison of element names need only check to see if
the memory address is the same, avoiding the necessity of comparing the strings character by character. Finding
the memory location of a specified string is performed by a hash table lookup. Hash tables are also used to speed
up lookups for species, elements, and phases.
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In reaction and transport calculations, if the set of elements, exchanger components, gas-phase components,
pure phases, and surface components does not change from one calculation to the next, then the lists prepared in
prep.c do not need to be regenerated. In this case, the lists used during the previous calculation are used for the
current calculation. Thus, most of the time spent in the subroutines of the file prep.c can be saved.

DESCRIPTION OF DATA INPUT

The input for PHREEQC is arranged by keyword data blocks. Each data block begins with a line that con-
tains the keyword (and possibly additional data) followed by additional lines containing data related to the key-
word. The keywords that define the input data for running the program are listed alphabetically: END,
EQUILIBRIUM_PHASES, EXCHANGE, EXCHANGE_MASTER_SPECIES, EXCHANGE_SPECIES,
GAS_PHASE, INVERSE_MODELING, KNOBS, MIX, PHASES, PRINT, REACTION,
REACTION_TEMPERATURE, SAVE, SELECTED_OUTPUT, SOLUTION,
SOLUTION_MASTER_SPECIES, SOLUTION_SPECIES, SURFACE, SURFACE_MASTER_SPECIES,
SURFACE_SPECIES, TITLE, TRANSPORT, and USE. Keywords and their associated data are read from a
database file at the beginning of a run to define the aqueous model. Then data are read from the input file until the
END keyword is encountered, after which the specified calculations are performed. The process of reading data
from the input file until an END is encountered followed by performing calculations is repeated until the last END
keyword or the end of the input file is encountered. The set of calculations, defined by keyword data blocks termi-
nated by an END, is termed a “simulation”. A “run” is a series of one or more simulations that are contained in the
same input data file and calculated during the same invocation of the program PHREEQC.

Each simulation may contain one or more of five types of speciation, reaction, and transport calculations:
(1) initial solution speciation, (2) determination of the composition of an exchange assemblage in equilibrium with
a fixed solution composition, (3) determination of the composition of a surface assemblage in equilibrium with a
fixed solution composition, (4) calculation of chemical composition as a result of chemical reactions, which
include mixing; net addition or removal of elements from solution, termed “net stoichiometric reaction”; equili-
bration with an assemblage of exchangers; equilibration with a gas phase at a fixed total pressure; equilibration
with an assemblage of surfaces; dissolution or precipitation of pure phases; or variation in temperature, and (5)
advective transport through a series of cells in combination with any of the available chemical processes. This
combination of capabilities allows the modeling of very complex geochemical reactions and transport processes
by using one or more simulations.

In addition to speciation, reaction, and transport calculations, the code may be used for inverse modeling, by
which net chemical reactions are deduced that account for differences between one or a mixture of initial water
compositions and a final water composition.

Conventions for Data Input

PHREEQC was designed to eliminate some of the input errors due to complicated data formatting. Data for
the program are free format; spaces or tabs may be used to delimit input fields. Keyword data blocks may be
entered in any order. However, data elements entered on a single line are order specific. As much as possible, the
program is case insensitive. The important exception to this rule regards chemical formulas. The following con-
ventions are used for data input to PHREEQC.

Keywords--Input data blocks are identified with an initial keyword. This word must be spelled exactly,
although case is not important. Several of the keywords have synonyms. For example PURE_PHASES is a syn-
onym for EQUILIBRIUM_PHASES.

Identifiers--Identifiers are options that may be used within a keyword data block. Identifiers may have two
forms: (1) they may be spelled completely and exactly (case insensitive) or (2) they may be preceded by a hyphen
and then only enough characters to uniquely define the identifier are needed. The form with the hyphen is always
acceptable. Usually, the form without the hyphen is acceptable, but in some cases the hyphen is needed to indicate
the word is an identifier rather than an identically spelled keyword; these cases are noted in the definition of the
identifiers in the following sections. In this report, the hyphen is usually used except for identifiers of the SOLU-
TION keyword and the identifiers log_k and delta_h. The hyphens are not used in these cases to avoid confusion
about negative quantities. The hyphen in the identifier never implies the negative of a quantity is entered. For
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example, the identifier “-log_k” does not mean the negative of the log K, it is simply an alternate form for the iden-
tifier “log_k”.

Chemical equations--For aqueous, exchange, and surface species, chemical reactions must be association
reactions, with the defined species occurring in the first position past the equal sign. For phases, chemical reactions
must be dissolution reactions with the formula for the defined phase occurring in the first position on the left-hand
side of the equation. Additional terms on the left-hand side are allowed. All chemical equations must contain an
equal sign, “=". In addition, left- and right-hand sides of all chemical equations must balance in numbers of atoms
of each element and total charge. All equations are checked for these criteria at runtime, unless they are specifically
excepted. Nested parentheses in chemical formulas are acceptable. Spaces and tabs within chemical equations are

ignored. Waters of hydration and other chemical formulas that normally are represented by a “-”’--as in the formula
for gypsum, CaSO,4-2H,O--are designated with a colon (*:”) in PHREEQC (CaS0O4:2H,0), but only one colon per
formula is allowed.

(L4

Element names--An element formula, wherever it is used, must begin with a capital letter and may be fol-
lowed by one or more lowercase letters or underscores, “_". Thus, “Fulvate” is an acceptable element name.

Charge on a chemical species--The charge on a species may be defined by the proper number of pluses or
minuses following the chemical formula or by a single plus or minus followed by a integer number designating the
charge. Either of the following are acceptable, Al+3 or Al+++. However, A13+ would be interpreted as a molecule
with three aluminum atoms with a charge of plus one.

Log K and Temperature dependence--The identifier log_K is used to define the log K at 25°C for a reac-
tion. The temperature dependence for log K may be defined by the van’t Hoff expression or by an analytical expres-

sion. The identifier delta_h is used to give the standard enthalpy of reaction at 25°C for a chemical reaction, which
is used in the van’t Hoff equation. By default the units of the standard enthalpy are kilojoules per mole (kJ/mol).
Optionally, for each reaction the units may be defined to be kilocalories per mole (kcal/mol). An analytical expres-
sion for the temperature dependence of log K for a reaction may be defined with the -analytical_expression iden-
tifier. Up to five numbers may be given, which are the coefficients for the following equation:

As
T2

log_k or -analytical_expression; the enthalpy is optional. If both are present, an analytical expression for temper-
ature dependence is used in preference to the van’t Hoff expression.

log, K = A +A,T+ 73 +A,log, T+ — , where T is in Kelvin. A log K must always be defined either with

Comments--The “#” character delimits the beginning of a comment in the input file. All characters in the
line which follow this character are ignored. If the entire line is a comment, the line is not echoed to the output file.
If the comment follows input data on a line, the entire line, including the comment, is echoed to the output file. The
“#” is useful for adding comments explaining the source of various data or describing the problem set up. In addi-
tion, it is useful for temporarily removing lines from an input file.

€,

Logical line separator--A semicolon (“;”) is interpreted as a logical end of line character. This allows mul-
tiple logical lines to be entered on the same physical line. For example, solution data could be entered as:

“pH 7.0; pe 4.0; temp 25.0”,

on one line. The semicolon should not be used in character fields, such as the title or other comment or description
fields.

Logical line continuation--A backslash (“\”) is interpreted as a signal to ignore the character immediately
following the backslash. The primary use of this signal is to ignore the end-of-line character, which allows a single
logical line to be written on two physical lines. For example, a long chemical equation could be entered as:

“Ca0.165A12.33S513.67010(0OH)2 + 12 H20 =V’
“0.165Ca+2 + 2.33 AI(OH)4- + 3.67 H4S5104 + 2 H+”

on two lines. The program would interpret this sequence as a balanced equation entered on a single logical line.
Note that if a space follows the backslash and precedes the end-of-line, the space will be ignored and the
end-of-line will be interpreted as normal. The backslash character should not be used in character fields, such as
the title or other comment or description fields.
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Reducing Chemical Equations to a Standard Form

The numerical algorithm of PHREEQC requires that chemical equations be written in a particular form.
Every equation must be written in terms of a minimum set of chemical species, essentially, one species for each
element or valence state of an element. In the program PHREEQE, these species were called “master species” and
the reactions for all aqueous complexes had to be written using only these species. PHREEQC also needs reactions
in terms of master species; however, the program contains the logic to rewrite the input equations into this form.
Thus, it is possible to enter an association reaction and log K for an aqueous species in terms of any aqueous spe-
cies in the database (not just master species) and PHREEQC will internally rewrite the equation to the proper inter-
nal form. PHREEQC will also rewrite reactions for phases, exchange complexes, and surface complexes.
Reactions are still required to be dissolution reactions for phases and association reactions for aqueous, exchange,
or surface complexes.

There is one restriction on the rewriting capabilities for aqueous species. PHREEQC allows mole balances
on individual valence states or combinations of valence states of an element for initial solution calculations. It is
necessary for PHREEQC to be able to determine the valence state of an element in a species from the chemical
equation that defines the species. To do this, the program requires that at most one aqueous species of an element
valence state contain electrons in its chemical reaction. This aqueous species is defined to be a “secondary master
species”’; there must be a one-to-one correspondence between valence states, for which total concentrations can be
defined, and secondary master species. In addition, there must be one “primary master species” for each element,
such that reactions for all aqueous species for an element can be written in terms of the primary master species.
The equation for the primary master species is simply an identity reaction. If the element is a redox element, the
primary master species must also be a secondary master species. For example, to be able to calculate mole balances
on total iron, total ferric iron, and total ferrous iron, a primary master species must be defined for Fe and secondary
master species must be defined for Fe(+3) and Fe(+2). In the default databases, the primary master species for Fe

is Fe*2, the secondary master species for Fe(+2) is Fe*?, and the secondary master species for Fe(+3) is Fe*3. The
correspondence between master species and elements and element valence states is defined by the
SOLUTION_MASTER_SPECIES keyword data block. The chemical equations for the master species and all
other aqueous species are defined by the SOLUTION_SPECIES keyword data block.

Conventions for Documentation

The descriptions of keywords and their associated input are now described in alphabetical order. Several for-
matting conventions are used to help the user interpret the input requirements. Keywords are always capitalized
and bold. Words in bold must be included literally when creating input data sets (although upper and lower case
are interchangeable and optional spellings may be permitted). “Identifiers” are additional keywords that apply only
within a given keyword data block; they can be described as sub-keywords. “Temperature” is an identifier for
SOLUTION input. Each identifier may have one of two forms: (1) the identifier word spelled exactly (for exam-
ple, “temperature”), or (2) a hyphen followed by a sufficient number of characters to define the identifier uniquely
(for example, -t for temperature). Words in italics are input values that are variable and depend on user selection
of appropriate values. Items in brackets ([]) are optional input fields. Mutually exclusive input fields are enclosed
in parentheses and separated by the word “or”. In general, the optional fields must be entered in the specified order.
For clarity, commas are used to delimit input fields in the explanations of data input; however, commas are not
allowed in the input data file; only white space (spaces and tabs) may be used to delimit fields in input data sets.
Where applicable, default values for input fields are stated.

Overview of Data Files and Keyword Data Blocks

When the program PHREEQC is invoked two files are used to define the thermodynamic model and the
types of calculations that will be done, the input file and the database file. The database file is read once (to the end
of the file or until an END keyword is encountered) at the beginning of the program. The input file is then read and
processed simulation by simulation until the end of the file. The formats for the keyword data blocks are the same
between the input file and the database file.
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The database file is used to define static data for the thermodynamic model. Although any keyword data
block can occur in the database file, normally, it contains the keyword data blocks:
EXCHANGE_MASTER_SPECIES, EXCHANGE_SPECIES, SOLUTION_MASTER_SPECIES,
SOLUTION_SPECIES, SURFACE_MASTER_SPECIES, SURFACE_SPECIES, and PHASES. These key-
word data blocks define master species and the stoichiometric and thermodynamic properties of all of the aqueous
phase species, exchange species, surface species, and pure phases. Two database files are provided with the pro-
gram, a database file derived from PHREEQE (Parkhurst and others, 1980) and a database file derived from
WATEQ4F (Ball and Nordstrom, 1991). These files are described in more detail in Attachment B and the
PHREEQE-derived database file is listed. The elements and element valence states that are included in phreegc.dat
are listed in table 1 along with the PHREEQC notation and the default formula used to convert mass concentration
units to mole concentration units.

The input data file is used primarily (1) to define the types of calculations that are to be made, and (2) if nec-
essary, to modify the data read from the database file. If new elements and aqueous species, exchange species, sur-
face species, or phases need to be included in addition to those defined in the database file, or if the stoichiometry
or log K or activity coefficient information from the database file needs to be modified for a given run, then the
keywords mentioned above can be included in the input file. The data read for these data blocks in the input file
will augment or supercede the data read from the database file. In many cases, the thermodynamic model defined
in the database will not be modified, and the above keywords will not be used in the input data file.

Initial conditions are defined with SOLUTION, EXCHANGE, SURFACE, EQUILIBRIUM_PHASES,
and GAS_PHASE keywords. Solution compositions and speciation calculations are defined with the SOLUTION
keyword data block. The composition of an exchange assemblage is defined with the EXCHANGE keyword data
block; the composition of a surface assemblage is defined with the SURFACE keyword data block; and the iden-
tity and amount of each phase in a pure-phase assemblage is defined with the EQUILIBRIUM_PHASES key-
word data block. The composition of a fixed-total-pressure multicomponent gas phase is defined with the
GAS_PHASE keyword data block. Multiple solutions, exchange assemblages, surface assemblages, pure-phase
assemblages, and gas phases can be defined.

Reactions are defined by allowing a solution or mixture of solutions to come to equilibrium with one or more
of the following entities: an exchange assemblage, a surface assemblage, a pure-phase assemblage, or a multicom-
ponent gas phase. In addition, mixtures, irreversible reactions, and reaction temperatures can be specified for reac-
tion calculations. An entity in a reaction can be defined implicitly or explicitly. For implicit definitions, a solution
or mixture (SOLUTION or MIX keywords) must be defined within the simulation, then the first of each kind of
entity defined in the simulation will be used in the reaction simulation. That is, the first solution (or mixture) will
be equilibrated with the first defined of each of the following entities in the simulation: exchange-assemblage
(EXCHANGE), gas phase (GAS_PHASE), pure-phase-assemblage (EQUILIBRIUM_PHASES), surface
assemblage (SURFACE), irreversible reaction (REACTION), and reaction temperature
(REACTION_TEMPERATURE). Alternatively, “USE keyword number” can be used to explicitly define an
entity to be used in the reaction calculation from any previously defined entities. (See examples 3, 6, 7, 8, and 9).
“USE keyword none” can be used to eliminate an entity that was implicitly defined (See examples 8 and 9.) Any
combination of entities can be used to define a reaction. The composition of the solution, exchange assemblage,
surface assemblage, pure-phase assemblage, or gas phase can be saved after a set of reaction calculations with the
SAVE keyword.

Advective, 1-dimensional transport can be modeled with the TRANSPORT keyword and a combination of
the EQUILIBRIUM_PHASES, EXCHANGE, GAS_PHASE, MIX, REACTION,
REACTION_TEMPERATURE, SOLUTION, and SURFACE keywords. Logically, a sequence of n reaction
cells are defined. An initial solution corresponding to numbers 1 through n must be defined for each cell. In addi-
tion, gas phases and exchange, pure-phase, and surface assemblages may be defined for each cell with their num-
bers corresponding to the cell numbers. The infilling solution is always solution number 0. Advection is modeled
by “shifting” solution O to cell 1, the solution in cell 1 to cell 2, and so on. At each shift, the solution in each cell
is equilibrated with the gas phase and assemblages that are present in the cell. To facilitate definition of the initial
conditions the keywords EQUILIBRIUM_PHASES, EXCHANGE, GAS_PHASE, MIX, REACTION,
REACTION_TEMPERATURE, SOLUTION, and SURFACE allow simultaneous definition of a range of cell
numbers. The SAVE keyword also allows a range of solution, gas phase, or assemblage numbers to be saved
simultaneously.

Inverse modeling is defined with the INVERSE_MODELING keyword. Previous definitions of solution
compositions with SOLUTION input and possibly new reactants with PHASES or EXCHANGE_SPECIES
input are needed for inverse modeling.
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Table 1. Elements and element valence states included in default database phreeqc.dat, including
PHREEQC notation and default formula for gram formula weight

[For alkalinity, formula for gram equivalent weight is given]

PHREEQC notation Formula used for default

Element or element valence state gram formula weight

Alkalinity Alkalinity Cag 5(CO3)o 5
Aluminum Al Al
Barium Ba Ba
Boron B B
Bromide Br Br
Cadmium Cd Cd
Calcium Ca Ca
Carbon C HCO,
Carbon(IV) C4) HCO;
Carbon(-1V), methane C(-4) CH,
Chloride Cl Cl
Copper Cu Cu
Copper(1I) Cu(?) Cu
Copper(I) Cu(l) Cu
Fluoride F F
Hydrogen(0), dissolved hydrogen H(0) H
Iron Fe Fe
Iron(II) Fe(2) Fe
Iron(III) Fe(3) Fe
Lead Pb Pb
Lithium Li Li
Magnesium Mg Mg
Manganese Mn Mn
Manganese(II) Mn(2) Mn
Manganese(III) Mn(3) Mn
Nitrogen N N
Nitrogen(V), nitrate N(5) N
Nitrogen(III), nitrite N(3) N
Nitrogen(0), dissolved nitrogen N(0) N
Nitrogen(-1II), ammonia N(-3) N
Oxygen(0), dissolved oxygen o) 0]
Phosphorous P P
Potassium K K
Silica Si Si0,
Sodium Na Na
Strontium Sr Sr
Sulfur S SO,
Sulfur(VI), sulfate S(6) SO,
Sulfur(-1I), sulfide S(-2) S
Zinc Zn Zn

38 User’s Guide to PHREEQC



END

Keywords

The following sections describe the data input requirements for the program. Each type of data are input
through a specific keyword data block. The keywords are listed in alphabetical order.

END

This keyword has no associated data. It ends the data input for a simulation. After this keyword is read by
the program, the calculations described by the input for the simulation are performed and the results printed. Addi-
tional simulations may follow in the input data set, each in turn will be terminated with an END keyword.

Example problems

The keyword END is used in all example problems, 1 through 12.
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EQUILIBRIUM_PHASES

This keyword is used to define the amounts of an assemblage of pure phases that can react reversibly with

the aqueous phase. Conceptually, when the phases included in this keyword data block are brought into contact
with an aqueous solution, each phase will dissolve or precipitate to achieve equilibrium or will dissolve com-
pletely. Pure phases include fixed-composition minerals and gases with fixed partial pressures. Two types of input
are available: in one type, the phase itself reacts to equilibrium (or a specified saturation index or gas partial pres-
sure); in the other type, an alternative reaction occurs to the extent necessary to reach equilibrium (or a specified
saturation index or gas partial pressure) with the specified pure phase.
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Example

Line 0: EQUILIBRIUM_PHASES 1 Define amounts of phases in phase assemblage.
Line la: Chalcedony 0.0 0.0
Line 1b: CO2(g) 35 1.0
Line 1c: Gibbsite(c) 0.0 KAISiO8 1.0
Line 1d: Calcite 1.0 Gypsum 1.0
Line le: pH_Fix -50 HCl 10.0

Explanation

Line 0: EQUILIBRIUM_PHASES [number] [description]

EQUILIBRIUM_PHASES is the keyword for the data block. Optionally, EQUILIBRIUM, EQUI-
LIBRIA, PURE_PHASES, PURE.

number--positive number to designate this phase assemblage and its composition. Default is 1. A
range of numbers may also be given in the form m-n, where m and n are positive integers, m is
less than n, and the two numbers are separated by a hyphen without intervening spaces.

description--is an optional character field that describes the phase assemblage.

Line 1: phase name [saturation index ([alternative formula] or [alternative phase]) [amount]]

phase name--name of a phase. The phase must be defined with PHASES input, either in the default
database file or in the current or previous simulations of the run. The name must be spelled iden-
tically to the name used in PHASES input (except for case).

saturation index--target saturation index for the pure phase in the aqueous phase (line 1a); for gases,
this number is the log of the partial pressure (line 1b). Default is 0.0. The target saturation index
may not be attained if the amount of the phase in the assemblage is insufficient.

alternative formula--chemical formula that is added (or removed) to attain the target saturation index.
By default, the mineral defined by phase name dissolves or precipitates to attain the target sat-
uration index. If alternative formula or alternative phase is entered, phase name does not react;
the stoichiometry of alternative formula or the alternative phase is added or removed from the
aqueous phase to attain the target saturation index. Alternative formula must be a legitimate
chemical formula composed of elements defined to the program. Line 1c indicates that the sto-
ichiometry given by alternative formula, KAlSizOg (potassium feldspar), will be added or

removed from the aqueous phase until gibbsite equilibrium is attained.

alternative phase--the chemical formula defined for alternative phase is added (or removed) to attain
the target saturation index. By default, the mineral defined by phase name dissolves or precipi-
tates to attain the target saturation index. If alternative phase or alternative formula is entered,
phase name does not react; the stoichiometry of the alternative phase or alternative formula is
added or removed from the aqueous phase to attain the target saturation index. alternative phase
must be defined through PHASES input (either in the database file or in the present or previous
simulations). Line 1d indicates that the phase gypsum will be added to or removed from the
aqueous phase until calcite equilibrium is attained.

amount--moles of the phase in the phase assemblage or moles of the alternative reaction. Default is
10.0 moles. This number of moles is the maximum amount of the mineral or gas that can dis-
solve. It may be possible to dissolve the entire amount without reaching the target saturation
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index, in which case the solution will have a smaller saturation index for this phase than the tar-
get saturation index. If amount is equal to zero, then the phase can not dissolve, but will precip-
itate if the solution becomes supersaturated with the phase.

Notes

If just one number is included on line 1, it is assumed to be the target saturation index and the amount of the
phase defaults to 10.0 mol. If two numbers are included on the line, the first is the target saturation index and the
second is the amount of the phase present. Line 1 may be repeated to define all pure phases that are assumed to
react reversibly. It is possible to include a pure phase that has an amount of zero (line 1a). In this case, chalcedony
can only precipitate if the solution is supersaturated with this phase, either by initial conditions, or through disso-
lution of pure phases or other specified reactions (mixing or stoichiometric reactions). It is possible to maintain
constant pH conditions by proper specification of an alternative formula and a phase (PHASES input). Line le

would maintain a pH of 5.0 by adding HCI, provided a phase named “pH_Fix” were defined with reaction H* =

H* and log K = 0.0 (see example 8). (Note: If the acid, HCI, is specified and, in fact, a base is needed to attain pH
5.0, it is possible the program will fail to find a solution to the algebraic equations.)

After a pure-phase assemblage has reacted with the solution, it is possible to save the resulting assemblage
composition (that is, the identity and number of moles of each phase) with the SAVE keyword. If the new compo-
sition is not saved, the assemblage composition will remain the same as it was before the reaction calculation. After
it has been defined or saved, the assemblage may be used in subsequent simulations by the USE keyword.

Example problems

The keyword EQUILIBRIUM_PHASES is used in example problems 2, 3, 5, 6, 7, 8, and 10.

Related keywords

PHASES, SAVE equilibrium_phases, and USE equilibrium_phases.
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EXCHANGE

This keyword is used to define the amount and composition of an assemblage of exchangers. The initial com-

position of the exchange assemblage can be defined in two ways, (1) explicitly by listing the composition of each
exchanger or (2) implicitly, by specifying that each exchanger is in equilibrium with a solution of fixed composi-
tion. The exchange master species, stoichiometries, and log K’s for the exchange reactions are defined with the
keywords EXCHANGE_MASTER_SPECIES and EXCHANGE_SPECIES.

Example 1
Line O: EXCHANGE 1 Measured exchange composition
Line la: CaX2 03
Line 1b: MgX2 0.2
Line Ic: NaX 0.5

Explanation 1

Line 0: EXCHANGE [number] [description]
EXCHANGE is the keyword for the data block.
number--positive number to designate this exchange assemblage and its composition. Defaultis 1. A
range of numbers may also be given in the form m-n, where m and n are positive integers, m is
less than n, and the two numbers are separated by a hyphen without intervening spaces.
description--is an optional character field that describes the exchanger.
Line 1: chemical formula, amount
chemical formula--component of the exchanger.
amount--quantity of component, in moles.

Notes 1

Line 1 may be repeated to define the entire composition of each exchanger. Although this example only

defines one exchanger, X, other exchangers could be included in the exchange assemblage. In the example, the
total number of exchange sites of X is 1.5 mol and the total concentrations of calcium, magnesium, and sodium on
the exchanger are 0.3, 0.2, and 0.5 mol, respectively.
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Example 2

Line O: EXCHANGE 1 Exchanger in equilibrium with solution 1

Line 1: -equilibrate with solution 1
Line 2a: X 10
Line 2b: Xa 05

Explanation 2

Line 0: EXCHANGE [number] [description]
As in example 1.
Line 1: -equilibrate number
-equilibrate--This string at the beginning of the line indicates that the exchange assemblage is defined
to be in equilibrium with a given solution composition. Optionally, equil, equilibrate, -e[quil-
ibrate].
number--solution number with which the exchange assemblage is to be in equilibrium. Any alphabetic
characters following the identifier and preceding an integer (“with solution” in line 1) are
ignored.
Line 2: exchanger name, amount
exchanger name--name of an exchanger that is defined to the program.
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amount--quantity of exchanger, in moles.

Notes 2

The order of lines 1 and 2 is not important. Line 1 should occur only once within the data block. Line 2 may
be repeated to define the amounts of other exchangers, if more than one exchanger is present in the assemblage.
Example 2 requires the program to make a calculation to determine the composition of the exchange assemblage.
The calculation will be performed before the any reaction calculations to determine the concentrations of each
exchange component [such as CaX,, MgX,, or NaX (from the default database) provided calcium, magnesium,
and sodium are present in the solution] that would exist in equilibrium with the specified solution (solution 1 in
this example). The composition of the solution will not change during this calculation.

When an exchange assemblage (defined as in example 1 or example 2) is placed in contact with a solution
during a reaction calculation, both the exchange composition and the solution composition will adjust to reach a
new equilibrium. After a reaction has been simulated, it is possible to save the resulting exchange assemblage com-
position with the SAVE keyword. If the new composition is not saved, the exchange assemblage composition will
remain the same as it was before the reaction calculation. After it has been defined or saved, the exchange assem-
blage composition may be used in subsequent simulations through the USE keyword.

Example problems

The keyword EXCHANGE is used in example problems 9 and 10.

Related keywords
EXCHANGE_MASTER_SPECIES, EXCHANGE_SPECIES, SAVE exchange, and USE exchange.
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EXCHANGE_MASTER_SPECIES

This keyword is used to define the correspondence between the name of an exchanger and its master species.
Normally, this data block is included in the database file and only additions and modifications are included in the
input file.

Example
Line O: EXCHANGE_MASTER_SPECIES
Line 1a: X X-
Line 1b: Xa Xa-
Explanation

Line 0: EXCHANGE_MASTER_SPECIES
Keyword for the data block. No other data are input on the keyword line.
Line 1: exchange name, exchange master species
exchange name--name of an exchanger, X and Xa in this example. It must begin with a capital letter,
followed by zero or more lower case letters or underscores (“_").

exchange master species--formula for the master exchange species, X™ and Xa™ in this example.

Notes

All half reactions for the exchanger (X and Xa, in this example) must be written in terms of the master

exchange species (X" and Xa’ in this example). Each exchange master species must be defined by an identity reac-
tion with log K of 0.0 in EXCHANGE_SPECIES input. Any exchange reactions for exchange name must be
defined with EXCHANGE_SPECIES input.

Example problems

The keyword EXCHANGE_MASTER_SPECIES is not used in the example problems. See listing of
default database file in Attachment B for example.

Related keywords
EXCHANGE, EXCHANGE_SPECIES, SAVE exchange, and USE exchange.
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EXCHANGE_SPECIES

This keyword is used to define a half reaction and relative log K for each exchange species. Normally, this
data block is included in the database file and only additions and modifications are included in the input file.

Example

Line O: EXCHANGE_SPECIES
Line 1a: X-=X-
Line 2a: log_k 0.0
Line 1b: X- + Na+ = NaX
Line 2b: log k 0.0
Line 1c: 2X- + Ca+2 = CaX2
Line 2c: log k 0.8
Line 1d: Xa- = Xa-
Line 2d: log_k 0.0
Line le: X-+ Na+ =NaX
Line 2e: log_k 0.0
Line 1f: 2Xa- + Ca+2 = CaXa2
Line 2f: log k 2.0

Explanation

Line 0: EXCHANGE_SPECIES
Keyword for the data block. No other data are input on the keyword line.

Line 1: Association reaction
Association reaction for exchange species. The defined species must be the first species to the right of
the equal sign. The association reaction must precede any identifiers related to the exchange species.
Master species have an identity reaction (lines 1a and 1d).

Line 2: log_k log K
log_k--Identifier for log K at 25°C. Optionally, -log_k, logk, -1[og_K], or -1[ogk].
log K--Log K at 25°C for the reaction. Default 0.0. Unlike log K for aqueous species, the log K for

exchange species is implicitly relative to a single exchange species. In the default database file,

sodium (NaX) is used as the reference and the reaction X™ + Na* = NaX is given a log K of 0.0
(line 2b). The log K for the exchange reaction for the reaction given in line 2c is then numeri-

cally equal to the log K for the reaction 2NaX + Ca*? = CaX, + 2Na*. Master species have log
K of 0.0 (lines 2a and 2d); reference species have log K of 0.0 (lines 2b and 2e).

Notes

Lines 1 and 2 may be repeated as necessary to define all of the exchange reactions. One identity reaction is
needed to define the exchange master species (in example, lines 1a and 2a, 1d and 2d) for each exchanger. The
reference half reaction for each exchanger will have a log K of 0.0 (in example, lines 1b and 2b, 1e and 2e); in the

default database file the reference half reaction is Na* + X~ = NaX. Multiple exchangers may be defined simply by
defining multiple exchange master species and additional half reactions involving these master species, as in this
example.

Temperature dependence of log K can be defined with the standard enthalpy of reaction (identifier delta_h)
using the van’t Hoff equation or with an analytical expression (-analytical_expression). See
SOLUTION_SPECIES or PHASES for examples.

The identifier -no_check can be used to disable checking charge and elemental balances (see
SOLUTION_SPECIES). The use of -no_check is not recommended. The equation given for the exchange spe-
cies (line 1) is used to determine the mass-action equation and the contribution of the species to each mole-balance
equation. Alternatively, the contribution of the species to each mole-balance equation can be defined using the
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-mole_balance identifier. See SOLUTION_SPECIES and SURFACE_SPECIES for an example. If the
-no_check identifier is needed, then the -mole_balance identifier is also needed.

Example problems

The keyword EXCHANGE_SPECIES is not used in the example problems. See listing of default database
file in Attachment B for examples.

Related keywords
EXCHANGE, EXCHANGE_MASTER_SPECIES, SAVE exchange, and USE exchange.
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GAS_PHASE

This keyword is used to define the composition of a fixed-total-pressure multicomponent gas phase. A
GAS_PHASE data block is needed if a gas bubble (with a volume that is not infinite) at a fixed pressure equili-
brates with an aqueous phase. A GAS_PHASE data block is not needed if fixed partial pressures of gas compo-
nents are desired, which corresponds to an infinite-volume gas phase; use EQUILIBRIUM_PHASES instead.
The gas phase defined with this keyword data block subsequently may be equilibrated with an aqueous phase in
combination with pure-phase, surface, and exchange assemblages. As a consequence of reactions, the gas phase
may exist or not, depending on the fixed pressure for the gas phase and the sum of the partial pressures of the dis-
solved gases in solution. The thermodynamic properties of the gas components are defined with PHASES input.

Example

Line 0: GAS_PHASE 1-5 Air
Line 1: -pressure 1.0
Line 2: -volume 1.0
Line 3: -temperature 25.0
Line 4a: CH4(g) 0.0
Line 4b: CO2(g) 0.000316
Line 4c: 02(g) 0.2
Line 4d: N2(g) 0.78

Explanation

Line 0: GAS_PHASE [number] [description]
GAS_PHASE is the keyword for the data block.
number--positive number to designate this gas phase and its composition. Default is 1. A range of
numbers may also be given in the form m-n, where m and n are positive integers, m is less than
n, and the two numbers are separated by a hyphen without intervening spaces.
description--is an optional character field that describes the gas phase.
Line 1: -pressure pressure
-pressure--identifier defining the fixed pressure of the gas phase that obtains during all reactions.
Optionally pressure, or -p[ressure].
pressure--the pressure of the gas phase, in atmospheres. Default is 1.0 atm.
Line 2: -volume volume
-volume--identifier defining the initial volume of the gas phase. Optionally, volume, or -v[olume].
volume--the initial volume of the gas phase, in liters. Defaultis 1.0 liter. The volume and temperature
are used to compute the initial number of moles present in the gas phase.
Line 3: -temperature temp
-temperature--identifier defining the initial temperature of the gas phase. Optionally, temperature,
or -t[emperature].
temp--the initial temperature of the gas phase, in Celsius. Default is 25.0. The volume and tempera-
ture are used to compute the initial number of moles present in the gas phase.
Line 4: phase name, partial pressure
phase name--name of a gas. A phase with this name must be defined by PHASES input.
partial pressure--initial partial pressure of this gas in the gas phase, in atmospheres. The partial pres-
sure along with volume and temperature are used to compute the initial number of moles of
this gas present in the gas phase.

Notes

Line 4 may be repeated as necessary to define all of the components initially present in the gas phase as well
as any components which may subsequently enter the gas phase. The initial number of moles, of any gases that are
defined to have positive partial pressures in GAS_PHASE input, will be computed using the ideal gas law,
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n = PV/RT, where n is the number of moles of the gas, P is the defined partial pressure (line 4), V is given by -vol-
ume, and T is given by -temperature. It is probable that the sum of the partial pressures of the defined gases will
not be equal to the pressure given by -pressure. However, when the initial moles of gas components are brought
in contact with a solution during a reaction simulation, the moles of gases and volume of the gas phase will adjust
so that each component is in equilibrium with the solution and the total pressure is that specified by -pressure. It
is possible that the gas phase will not exist if the sum of the partial pressures of dissolved gases does not exceed
the pressure given by -pressure.

Some gas components may be defined to have initial partial pressures of zero. In this case, no moles of that
component will be present initially, but the component will enter the gas phase when in contact with a solution. If
no gas phase exists initially, the initial partial pressures of all components should be set to 0.0.

Example problems

The keyword GAS_PHASE is used in example problem 7.

Related keywords
EQUILIBRIUM_PHASES, PHASES, SAVE gas_phase, and USE gas_phase.
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INVERSE_MODELING

This keyword is used to define all the information used in an inverse modeling calculation. Inverse modeling
attempts to determine sets of mole transfers of phases that account for changes in water chemistry between one or
a mixture of initial water compositions and a final water composition. The data block includes definition of the
solutions, phases, and uncertainties used in the calculations.

Line O:
Line 1:
Line 2:
Line 3:

Line 4a:
Line 4b:
Line 4c:
Line 4d:

Line 5:
Line 6a

Line 6b:
Line 6c¢:
Line 6d:

Line 7:
Line 8:
Line 9:

Example
INVERSE_MODELING 1
-solutions 1 2 5
-uncertainty 0.02
-phases
Calcite precipitate
Dolomite dis
CaX2
NaX
-balances
pH 0.1
Ca 0.01 -0.005
Alkalinity 0.5
Fe 0.05 01 0.2
-range 10000
-minimal
-tolerance 1e-9
Explanation

Line 0: INVERSE_MODELING [number] [description]
INVERSE_MODELING is the keyword for the data block.
number--positive number to designate this inverse-modeling definition. Default is 1.
description--optional character field that describes the mixture.
Line 1: -solutions, list of solution numbers
-solutions--identifier that indicates a list of solution numbers follows on the same line. Optionally, sol,

or -s[olutions]. Note, solution (without a preceding hyphen) is not acceptable because it will be
interpreted as the keyword SOLUTION.

list of solution numbers--list of solution numbers to use in mole-balance calculations. At least two

solution numbers are required and these solutions must be defined by SOLUTION input or by
SAVE after a reaction calculation in the current or previous simulations. The final solution num-
ber is listed last, all but the final solution are termed “initial solutions”. If more than one initial
solution is listed, the initial solutions are assumed to mix to form the final solution. The mixing
proportions of the initial solutions are calculated in the modeling process. In the example (line
1), solution 5 is to be made by mixing solutions 1 and 2 in combination with phase mass trans-
fers.

Line 2: -uncertainty, list of uncertainties
-uncertainty--identifier that indicates a list of default uncertainties for each solution follows on the

same line. Optionally, uncertainties, -u[ncertainties], or -u[ncertainty]. The uncertainties
defined with -uncertainty do not apply to pH; default for pH is 0.05 pH units and may be
changed with the -balances identifier. In this example, the default uncertainty is set to 0.02,
which indicates that an uncertainty of 2 percent will be applied to each element and valence state
in each aqueous solution. If -uncertainty is not entered, the program uses 0.05. The default
uncertainties can be overridden for individual elements or element valence states using -bal-
ances identifier.
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list of uncertainties--list of default uncertainties that are applied to each solution in the order given by

-solutions. The first uncertainty in the list is applied to all the element and element valence
states in the first solution listed in -solutions. The second uncertainty in the list is applied to all
the element and element valence states in the second solution listed in -solutions and so on. A
default uncertainty may be entered for each solution used in inverse modeling. If fewer uncer-
tainties are entered than the number of solutions, the final uncertainty in the list is used for the
remaining solutions. Thus, if only one uncertainty is entered, it is applied to all solutions. The
uncertainty may have two forms: (1) if the uncertainty is positive, it is interpreted as a fraction
to be used to calculate the uncertainties for each element or element valence state. A value of
0.02 indicates an uncertainty of 2 percent of the number of moles of each element in solution
will be used; and (2) if the uncertainty is negative, it is interpreted as an absolute value in moles
to use for each mole-balance constraint. The second form is rarely used in -uncertainty input.

Line 3: -phases
-phases--identifier that indicates a list of phases to be used in inverse modeling follows on succeeding

lines. Optionally, phase_data, -p[hases], -p[hase_data]. Note, phases (without a preceding
hyphen) is not acceptable because it will be interpreted as the keyword PHASES.

Line 4: phase name [constraint]
phase name--name of a phase to be used in inverse modeling. The phase must be defined in PHASES

input or it must be a charge-balanced exchange species defined in EXCHANGE_SPECIES
input. Any phases and exchange species defined in the database file or in the current or previous
simulations are available for inverse modeling. Only the chemical reaction in PHASES or
EXCHANGE_SPECIES input is important; the log K is not used in inverse-modeling calcu-
lations.

constraint--The phase may be constrained only to enter the aqueous phase, “dissolve”, or leave the

aqueous phase, “precipitate”. Any set of initial letters from these words are sufficient to define
these constraints.

Line 5: -balances
-balances--identifier that indicates a list of element or element-valence-state constraints and, if other

than the default, associated uncertainties follow on succeeding lines. Optionally, balances, bal-
ance, bal, or -b{alances].

Line 6: element or valence state name [list of uncertainties]
element or valence state name--name of an element or element valence state to be included as a

mole-balance constraint in inverse modeling. Mole-balance equations for all elements that are
found in the phases of -phases input are automatically included in inverse modeling; mole-bal-
ance equations for all valence states of redox elements are included. Elements, element valences
states, or pH may be listed in -balances input to override the default uncertainties or the uncer-
tainties defined with -uncertainty. The identifier -balances may also be used to include
mole-balance equations for elements not contained in any of the phases (-phases).

list of uncertainties--list of uncertainties for the specified element or element valence-state constraint.

It is possible to input an uncertainty for element for each solution used in inverse modeling (as
defined by -solutions). If fewer uncertainties are entered than the number of solutions, the final
uncertainty in the list is used for the remaining solutions. Thus, if only one uncertainty is
entered, it is used for the given element or element valence state for all solutions. The uncer-
tainty for pH must be given in standard units. Thus, the uncertainty in pH given on line 6ais 0.1
pH units for all solutions. The uncertainties for elements and element valence states (but not for
pH) may have two forms: (1) if the uncertainty is positive, it is interpreted as a fraction that when
multiplied times the number of moles in solution gives the uncertainty in moles. A value of 0.02
would indicate an uncertainty of 2 percent in the number of moles in solution; and (2) if the
uncertainty is negative, it is interpreted as an absolute value in moles to use for the solution in
the mole-balance equation for element. In the example, line 6b, the uncertainty for calcium in
solution 1 is 1 percent of the moles of calcium in solution 1. The uncertainty for calcium in solu-
tion 2 and 5 1s 0.005 moles. The uncertainty for iron (line 6d) is 5 percent in solution 1, 10 per-
cent in solution 2, and 20 percent in solution 5.

Line 7: -range [maximum]
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-range--identifier that specifies that ranges in mole transfer (minimum and maximum mole transfers
that are consistent with the uncertainties) for each phase in each model should be calculated.
Optionally, ranges, range, or -r[anges]. The calculation of these ranges is time consuming, but
provides valuable information. In the interest of expediency, it is suggested that models are first
identified without using the -range identifier, checked for adequacy and geochemical consis-
tency, and then rerun with the -range identifier.

maximum--Default 1000. The maximum value for the range is calculated by minimizing the difference
between the value of maximum and the calculated mole transfer of the phase or the solution frac-
tion. The minimum value of the range is calculated by minimizing the difference between the
negative of the value of maximum and the calculated mole transfer of the phase or the solution
fraction. In some evaporation problems, the solution fraction could be greater than 1000 (over
1000-fold evaporative concentration). In these problems, the default value is not large enough
and a larger value of maximum should be entered.

Line 8: -minimal

-minimal--identifier that specifies that models be reduced to the minimum number of phases that can
satisfy all of the constraints within the specified uncertainties. Optionally, minimal, minimum,
-m[inimal], or -mfinimum]. Note that two minimal models may have different numbers of
phases; minimal models imply that every one of the phases included is necessary to satisfy the
constraints. The -minimal identifier minimizes the number of calculations that will be per-
formed and produces the models that contain the most essential geochemical reactions. How-
ever, models that are not minimal may also be of interest, so the use of this option is left to the
discretion of the user. In the interest of expediency, it is suggested that models are first identified
using the -minimal identifier, checked for adequacy and geochemical consistency, and then
rerun without the -minimal identifier.

Line 9: -tolerance tol

-tolerance--identifier that indicates a tolerance for the optimizing solver is to be given.

tol--Tolerance used by the optimizing solver. Default 1e-10. The value of ol should be greater than
the greatest calculated mole transfer or solution fraction multiplied by le-15. The default value
is adequate unless very large mole transfers (greater than 1000 moles) or solution fractions
(greater than 1000-fold evaporative concentration) occur. In these cases, a larger value of tol is
needed. Essentially, a value less than ol is treated as zero. Thus, the value of rol should not be
too large or significantly different concentrations will be treated as equal.

Notes

Evaporation or dilution can accomplished by using the phase water (formula H,0). The mole transfer of this

phase will affect only the water-balance equation. If the mole transfer is positive, dilution is simulated; if negative,
evaporation is simulated. See example 12 in Examples section.

If -uncertainty is not included, a default uncertainty of 0.05 (5 percent) is used for elements and 0.05 for
pH. Default uncertainties, specified by -uncertainty, will almost always be specified as positive numbers, indicat-
ing fractional uncertainties. A default uncertainty specified by a negative number, indicating a fixed molal uncer-
tainty for all elements in solution, is not reasonable because of wide ranges in concentrations among elements
present in solution.

No mole-balance equation is used for pH. The uncertainty in pH only affects the mole-balance on carbon.
Total carbon is assumed to co-vary with pH and alkalinity and an equation relating the uncertainty in carbon and
the uncertainties of pH and alkalinity is included in the inverse model. See Equations and Numerical Method for
Inverse Modeling.

All phase names must be defined through PHASES or EXCHANGE_SPECIES input. Line 4c and 4d are
included to allow ion-exchange reactions in the inverse model. Exchange species with the names CaX, and NaX

are defined in the default database and are thus available for use in inverse modeling.

By default, mole-balance equations for every element that occurs in the phases listed in -phases input are
included in the inverse-modeling formulation. If an element is redox active, then mole-balance equations for all
valence states of that element are included. The -balances identifier is necessary only to define uncertainties for
pH, elements, or element valence states that are different than the default uncertainties or to define mole-balance
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equations for elements not included in the phases. Mole-balance equations for alkalinity and electrons are always
included in the inverse model. In some artificial solutions, such as pure water or pure sodium chloride solutions,
the alkalinity may be very small (less than 1e-7) in both initial and final solutions. In this case, it may be necessary
to use large (relative to le-7 equivalents) uncertainties (+1.0 or -1e-6) to obtain a mole balance on alkalinity. For
most natural waters, alkalinity will not be small in both solutions and special handling of the alkalinity uncertainty
will not be necessary (note alkalinity is a negative number in acid solutions). Uncertainties for electrons are never
used because it is always assumed that no free electrons exist in an aqueous solution.

The options -minimal and -range affect the speed of the calculations. The fastest calculation is one that
includes the -minimal identifier and does not include -range. The slowest calculation is one that does not include
-minimal and does include -range.

Example problems

The keyword INVERSE_MODELING is used in example problems 11 and 12.

Related keywords
EXCHANGE_SPECIES, PHASES, SOLUTION, and SAVE.
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This keyword data block is used to redefine parameters that affect convergence of the numerical method dur-

ing speciation, reaction, and transport calculations. It also provides the capability to produce long, uninterpretable
output files. Hopefully, this data block is seldom used.

Example

Line O: KNOBS
Line 1: -iterations 150
Line 2: -tolerance le-14
Line 3: -step_size 100.
Line 4: -pe_step_size 10.
Line 5: -diagonal_scale TRUE
Line 6: -debug_prep TRUE
Line 7: -debug_set TRUE
Line 8: -debug_model TRUE
Line 9: -debug_inverse TRUE
Line 10: -logfile

Explanation
Line 0: KNOBS

KNOBS is the keyword for the data block. Optionally, DEBUG.
Line 1: -iterations iterations
-iterations--allows changing the maximum number of iterations. Optionally, iterations, or -i[tera-
tions].
iterations--positive integer limiting the maximum number of iterations used to solve the set of alge-
braic equations for a single calculation. Default 100.
Line 2: -tolerance tolerance
-tolerance--allows changing the tolerance used by solver to determine numbers equal to zero. Option-
ally, tolerance, or -t[olerance]. This is not the convergence criterion used to determine when
the algebraic equations have been solved. The convergence criteria are hard-coded in the pro-
gram and can not be modified with the input file.
tolerance--positive, decimal number used by the routine cl1. All numbers smaller than this number are
treated as zero. This number should approach the value of the least significant decimal digit that
can be interpreted by the computer. The value of tolerance should be on the order of le-12 to
le-14 for most computers and most simulations. Default is 1e-14.
Line 3: -step_size step_size
-step_size--allows changing the maximum step size. Optionally, step_size, or -s[tep_size].
step_size--positive, decimal number limiting the maximum, multiplicative change in the activity of an
aqueous master species on each iteration. Default is 100, that is, activities of master species may
change by up to 2 orders of magnitude in a single iteration.
Line 4: -pe_step_size pe_step_size
-pe_step_size--allows changing the maximum step size for the activity of the electron. Optionally,
pe_step_size, or -p[e_step_size].
pe_step_size--positive, decimal number limiting the maximum, multiplicative change in the conven-
tional activity of electrons on each iteration. Default is 10, that is, @ _ may change by up to 1

[4
order of magnitude in a single iteration or pe may change by up to 1 unit. Normally, pe_step_size
should be smaller than the step_size, because redox species are particularly sensitive to changes
in pe.
Line 5: -diagonal_scale [True or False]
-diagonal_scale--allows changing the default method for scaling equations. Optionally,
diagonal_scale, or -d[iagonal_scale].
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[True or False]--a value of true (optionally, t[rue]) indicates the alternative scaling method is to be
used; false (optionally, flalse]) indicates alternative scaling method will not be used. If neither
true nor false are entered, true is assumed. At the beginning of the run, the value is set to false.
Invoking this alternative method of scaling causes any mole-balance equations with the diago-
nal element (approximately the total concentration of the element or element valence state in
solution) less than le-11 to be scaled by the factor 1e-11/(diagonal element).

Line 6: -debug_prep [True or False]

-debug_prep--includes debugging prints for subroutine prep. Optionally, debug_prep or
-debug_p[rep].

[True or False]--a value of true (optionally, t[rue]) indicates the debugging information will be
included in the output file; false (optionally, f[alse]) indicates debugging information will not
be printed. If neither true nor false is entered, a value of true is assumed. At the start of the
program, the default value is false. If this option is set to true, the chemical equation and log K
for each species and phase, as rewritten for the current calculation, are written to the output file.
The printout is long and tedious.

Line 7: -debug_set [True or False)

-debug_set--includes debugging prints for subroutines called by subroutine set. Optionally,
debug_set or -debug_s[et].

[True or False]--a value of true (optionally, t[rue]) indicates the debugging information will be
included in the output file; false (optionally, f[alse]) indicates debugging information will not
be printed. If neither true nor false is entered, a value of true is assumed. At the start of the
program, the default value is false. If this option is set to true, the initial revisions of the master
variables, which occur in subroutine set, are printed for each element or element valence state
that fails the initial convergence criteria. The initial revisions occur before the Newton-Raphson
method is invoked and provide good estimates of the master variables to the Newton-Raphson
method. The printout is tedious.

Line 8: -debug_model {True or False]

-debug_model--includes debugging prints for subroutines called by subroutine model. Optionally,
debug_model or -debug_m{[odel].

[True or False]--a value of true (optionally, t[rue]) indicates the debugging information will be
included in the output file; false (optionally, f[alse]) indicates debugging information will not
be printed. If neither true nor false is entered, a value of true is assumed. At the start of the
program, the default value is false. If this option is set to true, a large amount of information
about the Newton-Raphson equations is printed. The program will print some or all of the fol-
lowing at each iteration: the array that is solved, the solution vector calculated by the solver, the
residuals of the linear equations and inequality constraints, the values of all of the master vari-
ables and their change, the number of moles of each pure phase and phase mole transfers, the
number of moles of each element in the system minus the amount in pure phases and the change
in this quantity. The printout is very long and very tedious. If the numerical method does not
converge in iterations-10 iterations, this printout is automatically begun.

Line 9: -debug_inverse [True or False]

-debug_inverse--includes debugging prints for subroutines called by subroutine inverse_models.
Optionally, debug_inverse or -debug_i[nverse].

[True or False]--a value of true (optionally, t[rue]) indicates the debugging information will be
included in the output file; false (optionally, f[alse]) indicates debugging information will not
be printed. If neither true nor false is entered, a value of true is assumed. At the start of the
program, the default value is false. If this option is set to true, a large amount of information
about the process of finding inverse models is printed. The program will print the following for
each set of equations and inequalities that are attempted to be solved by the optimizing solver:
a list of the unknowns, a list of the equations, the array that is to be solved, any nonnegativity
or nonpositivity constraints on the unknowns, the solution vector, and the residual vector for the
linear equations and inequality constraints. The printout is very long and very tedious.

Line 10: -logfile [True or False]
-logfile--prints information to a file named phreegc.log. Optionally, logfile or -l[ogfile].
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[True or False]--a value of true (optionally, t[rue]) indicates information will be written to the log
file, phreeqc.log; false (optionally, f[alse]) indicates information will not be written. If neither
true nor false is entered, a value of true is assumed. At the start of the program, the default value
is false. If this option is set to true, information about each calculation will be written to the log
file. The information includes number of iterations in revising the initial estimates of the master
unknowns, the number of Newton-Raphson iterations, and the iteration at which any infeasible
solution was encountered while solving the system of nonlinear equations. (An infeasible solu-
tion occurs if no solution to the equality and inequality constraints can be found.) At each iter-
ation, the identity of any species that exceeds 30 mol (an unreasonably large number) is written
to the log file and noted as an “overflow”. Any basis switches are noted in the log file. The infor-
mation about infeasible solutions and overflows can be useful for altering other parameters
defined through the KNOBS data block, as described below.

Notes

Convergence problems are less frequent with PHREEQC than with PHREEQE; however, they may still
occur. The main causes of nonconvergence appear to be (1) calculation of very large molalities in intermediate iter-
ations and (2) accumulation of roundoff errors in simulations involving very small concentrations of elements in
solution. The first cause can be identified by “overflow” messages at iteration 1 or greater that appear in the file
phreeqc.log (see -logfile above). This problem can usually be eliminated by decreasing the maximum allowable
step sizes from the default values. The second cause of nonconvergence can be identified by messages in phre-
eqc.log that indicate “infeasible solutions”. The remedy to these problems is an ongoing investigation, but altering
-tolerance or -diagonal_scaling frequently fixes the problem. Additional iterations usually do not solve noncon-
vergence problems.

Example problems

The keyword KNOBS is not used in the example problems.
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This keyword data block is used if two or more aqueous solutions are to be mixed together. The mixing
occurs as part of the reaction calculation.

Example

Line O: MIX 2 Mixing solutions 5, 6, and 7.

Line la: 5 1.1
Line 1b: 6 0.5
Line 1c: 7 03

Explanation

Line 0: MIX [number] [description]
MIX is the keyword for the data block.
number--positive number to designate these mixing parameters. Default is 1.
description--optional character field that describes the mixture.
Line 1: solution number, mixing fraction
solution number--defines a solution to be part of the mixture.

mixing fraction--positive, decimal number which is multiplied times the concentrations of each ele-
ment in the specified solution. Mixing fractions may be greater than 1.0.

Notes

In mixing, each solution is multiplied by its mixing fraction and a new solution is calculated by summing
over all of the fractional solutions. In the example, if the number of moles of sodium in solutions 5, 6, and 7 were
0.1, 0.2, and 0.3, the number of moles of sodium in the mixture would be 0.1 x 1.1 + 0.2 x 0.5+ 0.3 x0.3 = 0.3.
The moles of all elements are multiplied by the solution’s mixing fraction, including hydrogen and oxygen. Thus,
the mass of water is effectively multiplied by the same fraction. In the example, if all solutions have 1 kg of water,
the total mass of water in the mixture is 1.1 + 0.5+ 0.3 = 1.9 kg and the concentration of sodium would be
approximately 0.16 molal. The charge imbalance of each solution is multiplied by the mixing fraction and all the
imbalances are then summed to calculate the charge imbalance of the mixture. The temperature of the mixture is
approximated by multiplying each solution temperature by its mixing fraction, summing these numbers, and divid-
ing by the sum of the mixing fractions. Other intensive properties of the mixture are calculated in the same way as
temperature.

This formulation of mixing can be used to approximate constant volume processes if the sum of the mixing
fractions is 1.0 and all of the solutions have the same mass of water. The calculations are only approximate in terms
of mixing volumes because the summation is actually made in terms of moles (or mass) and the volumes of solu-
tions are not known. Similarly, the formulation for mixing can approximate processes with varying volume, for
example, a titration.

Example problems

The keyword MIX is used in example problems 3 and 4.

Related keywords

SOLUTION, SAVE solution, USE solution, and USE mix.
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PHASES

This keyword is used to define a name, chemical reaction, and log K for each mineral and pure gas that is
used for saturation-index calculations, reaction-path, transport, or inverse-modeling calculations. Normally, this
data block is included in the database file and only additions and modifications are included in the input file.

Example

Line O: PHASES
Line 1a: Gypsum
Line 2a: CaS04:2H20 = Ca+2 + SO4-2 + 2H20
Line 3a: log_k -4.58
Line 4a: delta_h -0.109
Line 5: -analytical_expression 68.2401 0.0 -3221.51 -25.0627 0.0
Line 1b: 02(g)
Line 2b: 02=02
Line 3b: log_k -2.96
Line 4b: delta_h 1.844

Explanation

Line 0: PHASES

Keyword for the data block. No other data are input on the keyword line.
Line 1: Phase name

phase name--alphanumeric name of phase, no spaces are allowed.
Line 2: Dissolution reaction

Dissolution reaction for phase to aqueous species. Any aqueous species, including e’, may be used in
the dissolution reaction. The chemical formula for the defined phase must be the first chemical for-
mula on the left-hand side of the equation. The dissolution reaction must precede any identifiers
related to the phase. The stoichiometric coefficient for the phase must be 1.0.

Line 3: log_k log K
log_k--Identifier for log K at 25°C. Optionally, -log_k, logk, -1{og_K], or -1{ogk].
log K--Log K at 25°C for the reaction. Default 0.0.

Line 4: delta_h enthalpy, units

delta_h--Identifier for enthalpy of reaction at 25°C. Optionally, -delta_h, deltah, -d[elta_h], or
-d[eltah].

enthalpy--enthalpy of reaction at 25°C for the reaction. Default 0.0.

units--Default units are kilojoules per mole. Units may be calories, kilocalories, joules, or kilojoules
per mole. Only the energy unit is needed (per mole is implied) and abbreviations of these units
are acceptable. Explicit definition of units for all enthalpy values is recommended. The enthalpy
of reaction is used in the van’t Hoff equation to determine the temperature dependence of the
equilibrium constant. Internally, all enthalpy calculations are performed in the units of kilojoules
per mole.

Line 5: -analytical_expression A}, Ay, Aj Ay As

-analytical_expression--Identifier for coefficients for an analytical expression for the temperature
dependence of log K. Optionally, analytical_expression, a_e, ae, -a[nalytical_expression],
-a[_e], -ale].

A, A, Aj Ay As--Five values defining log K as a function of temperature in the expression

A A
logloK = A1 +A2T+ 73 +A410g10T+ 7—‘—3 , where T is in Kelvin.
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Notes

The set of lines 1 and 2 must be entered in order, either line 3 (log_k) or 5 (-analytical_expression) must
be entered for each phase. Lines 3, 4, and 5 may be entered as needed in any order. Additional sets of lines 1
through 5 may be added as necessary to define all minerals and gases. The equations for the phases may be written

in terms of any aqueous chemical species, including €.

The identifiers -mo_check can be used to disable checking charge and elemental balances (see
SOLUTION_SPECIES). The use of -no_check is not recommended, except in cases where the phase is only to
be used for inverse modeling. Even in this case, equations defining phases should be charge balanced.

Example problems

The keyword PHASES is used in example problems 1, 8, 11, and 12.

Related keywords

EQUILIBRIUM_PHASES, INVERSE_MODELING, REACTION, SAVE equilibrium_phases, and
USE equilibrium_phases.
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PRINT

This keyword is used to select which results are written to the output file. Nine blocks of calculation results
may be included or excluded in the output file for each simulation. In addition, the writing of results to the
selected-output file can be suspended or resumed and a status line, which is written to the screen and monitors the
type of calculation being performed, can be enabled or disabled.

Example

Line O: PRINT
Line 1: -reset false
Line 2: -e¢h true
Line 3: -equilibrium_phases true
Line 4: -exchange true
Line 5: -gas_phase true
Line 6: -other true
Line 7: -saturation_indicies true
Line 8: -species true
Line 9: -surface true
Line 10: -totals true
Line 11: -selected_output true
Line 12: -status false

Explanation
Line 0: PRINT

Keyword for the data block. No other data are input on the keyword line.
Line 1: -reset [True or False]

-reset--Changes all print options listed above, except -selected_output and -status, to true or false.
Default is true. Optionally, reset or -res[et]. Should be the first identifier of the data block. Indi-
vidual print options may follow.

True or False--True causes all data blocks to be included in the output file; false causes all data blocks
to be excluded to the output file. Optionally, t[rue] or f[alse], case independent.

Line 2: -eh [True or False]

-eh--Prints eh values derived from redox couples in initial solution calculations if value is true,

excludes print if value is false. Default is true. Optionally, eh.
Line 3: -equilibrium_phases [True or False)

-equilibrium_phases--Prints composition of the pure-phase assemblage if value is true, excludes
print if value is false. Default is true. Optionally, equilibria, equilibrium, pure,
-eq[uilibrium_phases], -eq[uilibria], -p[ure_phases], or -p[ure]. Note the hyphen is neces-
sary to avoid a conflict with the keyword EQUILIBRIUM_PHASES and its synonym
PURE_PHASES.

Line 4: -exchange [True or False]

-exchange--Prints composition of the exchange assemblage if value is true, excludes print if value is
false. Default is true. Optionally, -ex[change]. Note the hyphen is necessary to avoid a conflict
with the keyword EXCHANGE.

Line 5: -gas_phase [True or False]

-gas_phase--Prints composition of the gas phase if value is true, excludes print if value is false.
Default is true. Optionally, -g[as_phase]. Note the hyphen is necessary to avoid a conflict with
the keyword GAS_PHASE.

Line 6: -other [True or False]

-other--Controls all printing to the output file not controlled by any of the other identifiers, including
headings; lines that identify the solution, exchange assemblage, surface assemblage, pure-phase
assemblage, and gas phase to be used in each reaction calculations; and description of the sto-
ichiometric reaction. Default is true. Optionally, other, -o[ther].
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Line 7: -saturation_indices [True or False]

-saturation_indices--Prints saturation indices for each phase for which a saturation index can be cal-
culated if value is true, excludes print if value is false. Default is true. Optionally, -si, si,
saturation_indices, or -sa[turation_indices].

Line 8: -species [True or False]

-species--Prints the distribution of aqueous species, including molality, activity, and activity coeffi-
cient, if value is true, excludes print if value is false. Default is true. Optionally, species or
-sp[ecies].

Line 9: -surface [True or False]

-surface--Prints composition of the surface assemblage if true, excludes print if false. Default is true.
Optionally, -su[rface]. Note the hyphen is necessary to avoid a conflict with the keyword SUR-
FACE.

Line 10: -totals [True or False]

-totals--Prints the total molalities of elements (or element valence states in initial solutions), pH, pe,
temperature, and other solution characteristics if true, excludes print if false. Default is true.
Optionally, totals or -t[otals]. Note, printing of molalities and other properties of all of the aque-
ous species is controlled by the -species identifier.

Line 11: -selected_output [True or False]

-selected_output--Controls printing of information to the selected-output file. Default is true.
Optionally, selected_output or -se[lected_output]. This identifier has no effect if no
SELECTED_OUTPUT keyword data block is included in the file. If a
SELECTED_OUTPUT keyword data block is included, the -selected_output identifier is
used to include or exclude results from the selected-output file. When set to false, no results will
be written to the selected-output file. Writing to the selected-output file can be resumed if
-selected_output is set to true in a PRINT keyword data block in a subsequent simulation.
Note the hyphen in the identifier is necessary to avoid a conflict with the keyword
SELECTED_OUTPUT. This print-control option is not affected by -reset.

Line 12: -status [True or False]

-status--Controls printing of information to the screen. Default is true. Optionally, status or -st[atus].
When set to true, a status line is printed to the screen identifying the simulation number and the
type of calculation that is currently being processed by the program. When set to false, no status
line will be printed to the screen. This print-control option is not affected by -reset.

Notes

By default, all print options are set to true at the beginning of a run. Once set by the keyword data block,
PRINT, options will remain in effect until the end of the run or until changed in another PRINT data block.

Unlike most of PHREEQC input, the order in which the identifiers are entered is important when using the
-reset identifier. Any identifier set before the -reset in the data block will be reset when -reset is encountered.
Thus, -reset should be the first identifier in the data block.

The identifiers species and saturation_indices control the longest output data blocks and are the most likely
to be excluded from long computer runs. If transport calculations are being made, the output file could become
very large unless some or all of the output is excluded though the PRINT data block (-reset false). Alternatively,
the output in transport calculations may be limited by printing to the output file every i" time step by using the
-print identifier in the TRANSPORT data block.

Example problems

The keyword PRINT is used in example problems 4 and 9.

Related keywords
SELECTED_OUTPUT and TRANSPORT -print.
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REACTION

This keyword data block is used to define irreversible reactions that transfer specified amounts of elements
to or from the aqueous solution during reaction calculations.

Example 1

Line O: REACTION 5 Add sodium chloride and calcite to solution.

Line la: NaCl 2.0
Line 1b: Calcite 0.001
Line 2; 025 05 075 1.0 moles

Explanation 1

Line 0: REACTION [number] [description]
REACTION is the keyword for the data block.
number--positive number to designate this reaction. Default is 1. A range of numbers may also be
given in the form m-n, where m and n are positive integers, m is less than », and the two numbers
are separated by a hyphen without intervening spaces.
description--optional character field that describes the reaction.
Line 1: (phase name or formula), relative stoichiometry
phase name or formula--If a phase name is given, the program uses the stoichiometry of that phase as
defined by PHASES input; otherwise, formula is the chemical formula to be used in the irre-
versible reaction.
relative stoichiometry--Amount of this reactant relative to other reactants, it is a molar ratio between
reactants. In the example, the reaction contains 2000 times more NaCl than calcite.
Line 2: list of reaction amounts, units
list of reaction amounts--A separate calculation will be made for each listed amount. In the example,
a solution composition will be calculated after adding 0.25, 0.5, 0.75, and 1.0 mol of the reaction
to the initial solution. The additions are not cumulative; each reaction step begins with the same
initial solution and adds only the amount of reaction specified. The total amount of each reactant
added at any step in the reaction is the reaction amount times the stoichiometric coefficient of
the reactant. Thus the total amount of sodium and chloride added at each reaction step is 0.5,
1.0, 1.5, and 2.0 mol; the total amount of calcium and carbonate added at each step is 0.00025,
0.0005, 0.00075, and 0.001 mol. Additional lines may be used to define all reactant amounts.
units--units must be moles, millimoles, or micromoles. Units must follow all reaction amounts.
Default is moles.
If line 2 is not entered, the default is one step of 1.0 mol.

Example 2
Line O: REACTION 5 Add sodium chloride and calcite to reaction solution.

Line 1a: NaCl 2.0
Line 1b: Calcite 0.001
Line 2: 1.0 moles in 4 steps

Explanation 2

Line 0: REACTION [number] [description]
Same as example 1.

Line 1: (phase name or formula), relative stoichiometry
Same as example 1.

Line 2: reaction amount [units] [in steps]
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reaction amount--a single reaction amount is entered. This amount of reaction will be added in steps
steps.

units--same as example 1.

in steps--“in” indicates that the reaction will be divided into steps number of steps and must be lower
case. Example 2 performs exactly the same calculations as example 1, 1.0 mol of reaction is
divided into 4 steps. The first step adds 0.25 mol of reaction to the initial solution; the second
step adds 0.5 mol of reaction to the initial solution; the third 0.75; and the fourth 1.0.

If line 2 is not entered, the default is one step of 1.0 mol.

Notes

If a phase name is used to define the stoichiometry of a reactant, that phase must be defined by PHASES
input in the database or in the input data file. If negative relative stoichiometries or negative reaction amounts are
used, it is possible to remove more of an element than is present in solution; ensuing calculations will probably
fail. It is possible to “evaporate” a solution by removing H,O or dilute a solution by adding H,O. If more reaction

steps are defined with REACTION_TEMPERATURE than in REACTION, then the final reaction amount
defined by REACTION will be repeated for the additional temperature steps.

Example problems

The keyword REACTION is used in example problems 4, 5, 6, and 7.

Related keywords
PHASES, and REACTION_TEMPERATURE.
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REACTION_TEMPERATURE

This keyword data block is used to define temperature during reaction steps. It is necessary to enter this data
block if a temperature other than the default temperature is needed for reaction calculations.

Example 1

Line O: REACTION_TEMPERATURE 1 Three explicit reaction temperatures.
Line 1: 150 250 350

Explanation 1

Line 0: REACTION_TEMPERATURE [number] [description]
REACTION_TEMPERATURE is the keyword for the data block.
number--positive number to designate this temperature data. Default is 1. A range of numbers may
also be given in the form m-n, where m and n are positive integers, m is less than », and the two
numbers are separated by a hyphen without intervening spaces.
description--optional character field that describes the temperature data.
Line 1: list of temperatures
list of temperatures--a list of temperatures, in Celsius, that will be applied to reaction calculations.
More lines may be used to supply additional temperatures. At least one reaction calculation will
be performed with each listed temperature. If more reaction steps are defined in REACTION
input than temperature steps in REACTION_TEMPERATURE, then the final temperature
will be used for all of the additional reaction steps. If more temperature steps are defined, the
final reaction step will be used for any remaining temperature steps.

Example 2
Line 0: REACTION_TEMPERATURE 1 Three implicit reaction temperatures.
Line 1: 150 350 in 3 steps

Explanation 2

Line 0: REACTION_TEMPERATURE [number] [description]
Same as example 1.

Line 1: temp,, temp,, in steps
temp ;--temperature of first reaction step, in Celsius.
temp,--temperature of final reaction step, in Celsius.

in steps--“in” indicates that the temperature will be calculated for each of steps number of steps. The
temperature at each step, i, will be calculated by the formula

(i-1)
(steps—1)
culations as example 1. If more than steps reaction steps are defined by REACTION input, the
temperature of the additional temperature steps will be temp,. If more temperature steps are
defined, the final reaction step will be used for any remaining temperature steps.

temp; = temp, + (temp, —temp,) . Example 2 performs exactly the same cal-

Notes

The default temperature of a reaction step is equal to the temperature of the initial solution or the mix-
ing-fraction-averaged temperature of a mixture. REACTION_TEMPERATURE input can be used even if there
is no REACTION input. The implicit method of calculation of temperature steps is slightly different than the
implicit calculation of reaction steps. If n implicit reaction steps are defined, then the reaction is added in n equal
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increments. If # implicit temperature steps are defined, then the temperature of the first reaction step is equal to
temp ;; temperatures in the remaining steps are defined by n-1 equal increments.

Example problems

The keyword REACTION_TEMPERATURE is used in example problem 2.

Related keywords
REACTION.
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This keyword data block is used to save the composition of the solution, exchange assemblage, gas phase,

surface assemblage, or pure-phase assemblage following a reaction calculation.

Line Oa:
Line Ob:
Line Oc:
Line Oc:
Line 0d:

Example
SAVE equilibrium_phases 2
SAVE exchange 2
SAVE gas_phase 2
SAVE solution 2
SAVE surface 1
Explanation

Line 0: SAVE keyword, number
SAVE is the keyword for the data block.
keyword--one of five keywords, exchange, equilibrium_phases, gas_phase, solution, or surface.

Options for equilibrium_phases: equilibrium, equilibria, pure_phases, or pure.

number--user defined positive integer to be associated with the respective composition. A range of

Notes

numbers may also be given in the form m-n, where m and n are positive integers, m is less than
n, and the two numbers are separated by a hyphen without intervening spaces.

SAVE has effect only for the duration of the run, to save results to a permanent file, see
SELECTED_OUTPUT. During reaction calculations, the compositions of the solution, exchange assemblage,
gas phase, pure-phase assemblage, and surface assemblage vary to attain equilibrium. The compositions at the end
of all reaction steps exist only in temporary storage locations that are overwritten by the next simulation. These
compositions are not automatically saved; however, they may be saved explicitly for use in subsequent simulations
within the run by using the SAVE keyword. The SAVE keyword must be used for each type of composition that
is to be saved (solution, exchange assemblage, gas phase, pure-phase assemblage, or surface assemblage). SAVE
assigns number to the corresponding composition. If one of the compositions is saved in a number that already
exists, the old composition is deleted. There is no need to save the compositions unless they are to be used in sub-
sequent simulations within the run. The USE keyword can be used in subsequent simulations to use the saved com-
positions in equilibrium calculations.

Example probiems

The keyword SAVE is used in example problems 3, 4, 7, and 10.

Related keywords

EXCHANGE, EQUILIBRIUM_PHASES, GAS_PHASE, SOLUTION, SURFACE, and USE.
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SELECTED_OUTPUT

This keyword data block is used to produce a file that is suitable for processing by spreadsheets and other
data management software. It is possible to print selected entities from solution, exchange-assemblage, sur-
face-assemblage, pure-phase-assemblage, and gas-phase compositions after the completion of each equilibrium
calculation.

Example

Line 0: SELECTED_OUTPUT
Line 1: -file flat.fil
Line 2: -totals Hfo s C C(4) C(-4) N N(0)
Line 2a: Fe Fe(3) Fe(2) Ca Mg Na Cl
Line 3: -molalities Fe+2 Hfo_sOZn+ ZnX2
Line 4: -activities H+ Ca+2 CO2 HCO3- CO3-2
Line 5: -equilibrium_phases Calcite Dolomite Sphalerite
Line 6: -saturation_indices CO2(g) Siderite
Line 7: -gases CO2(g) N2(g) O2(g)

Explanation

Line 0: SELECTED_OUTPUT
SELECTED_OUTPUT is the keyword for the data block. Optionally, SELECT_OUTPUT. No
additional data are read on this line.
Line 1: -file file name
-file--identifier allows definition of the name of the file where the selected results of simulations are
written. Optionally, file, or -f[ile]. File names must conform to operating system conventions.
file name--file name for storing selected results. If the file exists, the contents will be overwritten.
Default is selected.out.
Line 2: -totals element list
-totals--identifier allows definition of a list of elements for which total concentrations will be written
to the selected-output file. Optionally, totals, or -t[otals].
element list--list of elements, element valence states, exchange sites, or surface sites for which total
concentrations will be written. Elements or element valence states must have been defined by
SOLUTION_MASTER_SPECIES, EXCHANGE_MASTER_SPECIES, or
SURFACE_MASTER_SPECIES input. After each calculation of a solution composition, the
concentration (mol/kg water) of each of the selected elements, element valence states, exchange
sites, and surface sites will be written into the flat file containing the selected output. If a species
is not defined or is not present in the calculation, its concentration will be printed as 0.
Line 3: -molalities species list
-molalities--identifier allows definition of a list of aqueous, exchange, or surface species for which
concentrations will be written to the selected-output file. Optionally, molalities, or -m[olali-
ties].
species list--list of aqueous, exchange, or surface species for which concentrations will be written to
the selected-output file. Species must have been defined by SOLUTION_SPECIES,
EXCHANGE_SPECIES, or SURFACE_SPECIES input. After each calculation of a solution
composition, the concentration (mol/kg water) of each species in the list will be written into the
flat file containing the selected output. If a species is not defined or is not present in the calcu-
lation, its concentration will be printed as O.
Line 4: -activities species list
-activities--identifier allows definition of a list of aqueous, exchange, or surface species for which log
of activity will be written to the selected-output file. Optionally, activities, or -a[ctivities].
species list--list of aqueous, exchange, or surface species for which log of activity will be written to
the selected-output file. Species must have been defined by SOLUTION_SPECIES,
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EXCHANGE_SPECIES, or SURFACE_SPECIES input. After each calculation of a solution
composition, the log (base 10) of the activity of each of the species will be written into the flat
file containing the selected output. If a species is not defined or is not present in the calculation,
its log activity will be printed as -999.999.
Line 5: -equilibrium_phases phase list
-equilibrium_phases--identifier allows definition of a list of pure phases for which (1) total amounts
in the pure-phase assemblage and (2) mole transfer for the calculation will be written to the
selected-output file. Optionally, equilibrium_phases, -eq[uilibrium_phases], pure_phases,
-p[ure_phases], pure, or -p[ure].
phase list--list of phases for which data will be written to the selected-output file. Each phase must
have been defined by PHASES input. After each calculation of a solution composition, two val-
ues are written to the selected-output file, (1) the amount (in moles) of each of the phases in the
current pure-phase assemblage (defined by EQUILIBRIUM_PHASES), and (2) the mole
transfer (in moles) of the phase in the current reaction or transport calculation. If the phase is not
defined or is not present in the pure-phase assemblage, the amounts will be printed as 0.
Line 6: -saturation_indices phase list
-saturation_indices--identifier allows definition of a list of phases for which saturation indices [or log
(base 10) partial pressure for gases] will be written to the selected-output file. Optionally,
saturation_indices, si, -s[aturataion_indices], or -s[i].
phase list--1ist of phases for which saturation indices [or log (base 10) partial pressure for gases] will
be written to the selected-output file. Each phase must have been defined by PHASES input,
either in the database or in the current or previous simulations in the input file. After each cal-
culation of a solution composition, the saturation index of each of the phases will be written to
the file containing the selected output. If the phase is not defined or if one or more of its constit-
uent elements is not in solution, the saturation index will be printed as -999.999.
Line 7: -gases gas list
-gases--identifier allows definition of a list of gases for which the amount in the gas phase will be writ-
ten to the selected-output file. Optionally, gases, or -g[ases].
gas list--list of gases in the gas phase. Each gas must have been defined by PHASES input. This iden-
tifier is useful only if the GAS_PHASE keyword data block has been defined. After each cal-
culation of a solution composition, the amount (in moles) of each of the selected gases in the gas
phase will be written into the file containing the selected output. If the phase is not defined or is
not present in the gas phase, the amount will be printed as 0. Before the data for the individual
gases, the flat file will contain the total number of moles and the volume of the gas phase. Partial
pressures of any gas, including the gases in the gas phase, can be obtained by use of the
-saturation_indices identifier.

Notes

The selected-output file contains a column for each data item defined through the identifiers of
SELECTED_OUTPUT. In the input for this keyword, all element names, species names, and phase names must
be spelled exactly, including the charge for the species names. One line containing an entry for each of the items
will be written after each calculation of a solution composition--that is, after any initial solution, initial exchange,
initial surface, reaction-step, or transport-step calculation. The -selected_output identifier in the PRINT keyword
data block can be used to selectively suspend and resume writing results to the selected-output file. In transport
simulations, the frequency by which results are written to the selected output file can be controlled by the
-selected_output identifier (TRANSPORT keyword).

Several integers are included at the beginning of each line in the selected-output file to identify the type of
calculation that has been performed. These integers have the following meanings and are written in the following
order: (1) simulation number; (2) state, 1--initial solution calculation, 2--initial exchange calculation, 3--initial sur-
face calculation, 4--reaction calculation, 5--transport calculation; (3) solution number used in the calculation; (4)
exchange number used in the calculation; (5) surface number used in the calculation; (6) pure-phase-assemblage
number used in the calculation; (7) gas-phase number used in the calculation; (8) the reaction or transport step
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number; (9) the temperature for the calculation, (10) the pH of the solution, (11) the pe of the solution, (12) the
ionic strength of the solution, (13) the mass of water in solution, and (14) the amount of the reaction step (mol).

The first line of the selected-output file contains a description of each data column. The columns of data are
written in the following order: calculation identifiers, totals, molalities, pure phases (two columns for each
phase--total amount of phase and mole transfer for current calculation), saturation indices, and the gas-phase data.
A data item within an input list (for example an aqueous species within the -molalities list) is printed in the order
in which it was input. If the selected-output file contains data for gases, defined by the -gases identifier, the total
moles of gas and the total volume of the gas phase precede the moles of gases for the individual components of
the gas phase.

Example problems

The keyword SELECTED_OUTPUT is used in example problems 2, 5, 6, 7, 8, 9, and 10.

Related keywords

EQUILIBRIUM_PHASES, EXCHANGE_SPECIES, GAS_PHASE,
EXCHANGE_MASTER_SPECIES, PHASES, PRINT, SOLUTION_MASTER_SPECIES,
SOLUTION_SPECIES, SURFACE_MASTER_SPECIES, SURFACE_SPECIES, and TRANSPORT.
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This keyword data block is used to define the temperature and chemical composition of initial solutions. Spe-
ciation calculations are performed on each solution and the resulting speciated solutions may be used in subsequent
reaction, transport, or inverse-modeling calculations. Facilities exist to adjust individual element concentrations to
achieve charge balance or equilibrium with a pure phase.

Example

Line O: SOLUTION 25 Test solution number 25

Line 1; temp 250

Line 2: pH 7.0 charge

Line 3: pe 4.5

Line 4: redox O(-2)/0(0)

Line 5: units ppm

Line 6: density 1.02

Line 7a: Ca 80.

Line 7b: S(6) 96. as SO4

Line 7c: S(-2) 1. as S

Line 7d: N(5) N@3) 14. as N

Line 7e: O) 8.0

Line 7f: C 61.0 as HCO3 CO2(g)-3.5
Line 7g: Fe 55. ug/kgs as Fe  S(6)/S(-2) Pyrite

Explanation

Line 0: SOLUTION [number] [description]
SOLUTION is the keyword for the data block.
number--positive number to designate this solution. Default is 1. A range of numbers may also be
given in the form m-n, where m and n are positive integers, m is less than n, and the two numbers
are separated by a hyphen without intervening spaces.
description--optional character field that describes the solution.
Line 1: temp value
temp--indicates temperature is entered on this line. Optionally, temperature, or -t{[emperature].
value--temperature in Celsius.
Line 2: pH value [([charge] or [phase name] [saturation index])]
pH--indicates pH is entered on this line. Optionally, -ph.
value--pH value, negative log of the activity of hydrogen ion.
charge--indicates pH is to be adjusted to achieve charge balance. If charge is specified for pH, it may
not be specified for any other element.
phase name--pH will be adjusted to achieve specified saturation index with the specified phase.
saturation index--pH will be adjusted to achieve this saturation index for the specified phase. Default
0.0.
If line 2 is not entered, the default pH is 7.0. Specifying both charge and a phase name is not allowed.
Be sure that specifying a phase is reasonable; it may not be physically possible to adjust the pH to
achieve the specified saturation index.
Line 3: pe value [([charge] or [phase name] [saturation index])]
pe--indicates pe is entered on this line. Optionally, -pe.
value--pe value, conventional negative log of the activity of the electron.
charge--(not recommended) indicates pe is to be adjusted to achieve charge balance.
phase name--pe will be adjusted to achieve specified saturation index with the specified phase.
saturation index--pe will be adjusted to achieve this saturation index for the specified phase. Default
0.0.
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If line 3 is not entered, the default pe is 4.0. Specifying both charge and a phase name is not allowed.
Adjusting pe for charge balance is not recommended. Care should also be used in adjusting pe to a
fixed saturation index for a phase because frequently this is physically impossible.
Line 4: redox redox couple
redox--indicates a redox couple is to be used to calculate the default pe. This pe will be used for all
redox elements that need a pe to determine the distribution of the element among valence states.
Optionally, -r[edox].
redox couple--redox couple to use for pe calculations. A redox couple is specified by two valence
states of an element separated by a “/”. No spaces are allowed.
If line 4 is not entered, the input pe value will be the default. The use of -redox does not change the
input pe. The example uses dissolved oxygen to calculate a default pe.
Line 5: units concentration units
units--indicates default concentration units will be entered on this line. Optionally, -u[nits].
concentration units--default concentration units. Three groups of concentration units are allowed,
concentration (1) per liter, (2) per kilogram solution, or (3) per kilogram water. All concentra-
tion units for a solution must be within the same group. Within a group, either grams or moles
may be used, and prefixes milli (m) and micro (u) are acceptable. Parts per thousand, ppt; parts
per million, ppm; and parts per billion, ppb, are acceptable in the “per kilogram solution” group.
Default is mmol/kgw (kilogram water).
Line 6: density value
density--indicates density will be entered on this line. Optionally, dens, or -d[ensity].

value--density of the solution, kg/L or g/em’.
The density is used only if the input concentration units are “per liter”. Default 1.0.
Line 7: element list, concentration, [units], ([as formula] or [gfw gfw]), [redox couple], ([charge] or [phase

name] [saturation index))

element list--an element name or a list of element valences separated by white space (see line 7d).

concentration--concentration of element in solution or sum of concentrations of element valence
states in solution.

units--concentration unit for element (see line 7g). If units are not specified, the default units (units,
line 5) are assumed.

as formula--indicates a chemical formula, formula, will be given from which a gram formula weight
will be calculated. A gram formula weight is needed only when the input concentration is in
mass units. The calculated gram formula weight is used to convert mass units into mole units
for this element and this solution; it is not stored for further use. If a gram formula weight is not
specified, the default is the gram formula weight defined in
SOLUTION_MASTER_SPECIES. For alkalinity, the formula should give the gram equiva-
lent weight. For alkalinity reported as calcium carbonate, the formula for the gram equivalent
weight is Cag 5(CO3), s; this is the default in database files distributed with this program.

gfw gfw-- indicates a gram formula weight, gfw, will be entered. A gram formula weight is needed
only when the input concentration is in mass units. The calculated gram formula weight is used
to convert mass units into mole units only for this element and this solution; it is not stored for
further use. If a gram formula weight is not specified, the default is the gram formula weight
defined in SOLUTION_MASTER_SPECIES. For alkalinity, the gram equivalent weight
should be entered. For alkalinity reported as calcium carbonate, the gram equivalent weight is
approximately 50.04 g/eq.

redox couple--redox couple to use for element or element valence states in element list. A redox couple
is specified by two valence states of an element separated by a “/”’. No spaces are allowed. If the
element list is a redox element or if more than one valence state is listed, the specified redox
couple overrides the default pe or default redox couple and is used to calculate a pe by which
the element is distributed among valence states. If no redox couple is entered, the default redox
couple defined by line 4 will be used. A redox couple is not needed for non-redox-active ele-
ments.

charge--indicates the concentration of this element will be adjusted to achieve charge balance. The
element must have ionic species. If charge is specified for one element, it may not be specified
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for pH or any other element. (Note that it is possible to have a greater charge imbalance than can
be adjusted by removing all of the specified element, in which case the problem is unsolvable.)
phase name--the concentration of the element will be adjusted to achieve a specified saturation index
for the given pure phase. Be sure that specifying equilibrium with the phase is reasonable; the
element should be a constituent in the phase.
saturation index--the concentration of the element will be adjusted to achieve this saturation index for
the given pure phase. Default 0.0.

Notes

The order in which the lines of SOLUTION input are entered is not important. Specifying both “as” and
“gfw” within a single line is not allowed. Specifying both “charge” and a phase name within a single line is not
allowed. Specifying the concentration of a valence state or an element concentration twice is not allowed. For
example, specifying concentrations for both total Fe and Fe(+2) is not allowed, because ferrous iron is implicitly
defined twice.

Alkalinity or total carbon or both may be specified in solution input. If both alkalinity and total carbon are
specified, the pH is adjusted to attain the specified alkalinity. If the units of alkalinity are reported as calcium car-
bonate, be sure the correct gram equivalent weight is used to convert to equivalents (50.04), see as and gfw above.

After a reaction has been simulated, it is possible to save the resulting solution composition with the SAVE
keyword. If the new composition is not saved, the solution composition will remain the same as it was before the
reaction. After it has been defined or saved, the solution may be used in subsequent simulations through the USE
keyword.

Example problems

The keyword SOLUTION is used in all example problems, 1 through 12.

Related keywords
SOLUTION_MASTER_SPECIES, SOLUTION_SPECIES, SAVE solution, and USE solution.
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SOLUTION_MASTER_SPECIES

This keyword is used to define the correspondence between element names and aqueous primary and sec-
ondary master species. The alkalinity contribution of the master species, the gram formula weight used to convert
mass units, and the element gram formula weight also are defined in this data block. Normally, this data block is
included in the database file and only additions and modifications are included in the input file.

Example
Line 0: SOLUTION_MASTER_SPECIES
Line 1a: H H+ -1.0 1.008 1.008
Line 1b: HO) H2 0.0 1.008
Line 1c: S S04-2 0.0 S04 32.06
Line 1d: S@) S04-2 00 SO4
Line le: S-2) HS- 10 S
Line 1f: Alkalinity C0O3-2 1.0 Ca0.5(C03)0.5 50.04
Explanation

Line 0: SOLUTION_MASTER_SPECIES
Keyword for the data block. No other data are input on the keyword line.
Line 1: element name, master species, alkalinity, (gram formula weight or formula), gram formula weight

of element

element name--name of an element or an element name followed by a valence state in parentheses.
The element name must begin with a capital letter, followed by zero or more lower case letters
or underscores (“_").

master species--formula for the master species, including its charge. If the element name does not con-
tain a valence state in parentheses, the master species is a primary master species. If the element
name does contain a valence state in parentheses, the master species is a secondary master spe-
cies. The master species must be one of the species defined in the SOLUTION_SPECIES data
block.

alkalinity--alkalinity contribution of the master species. The alkalinity contribution of other aqueous
species will be calculated from the alkalinities assigned to the master species.

gram formula weight--default value used to convert input data in mass units to mole units for the ele-
ment or element valence. Either gram formula weight or formula is required, but items are mutu-
ally exclusive. For alkalinity, it is the gram equivalent weight.

formula--chemical formula used to calculate gram formula weight used to convert input data from
mass units to mole units for the element or element valence. Either gram formula weight or for-
mula is required, but items are mutually exclusive. For alkalinity, it is the formula for the gram
equivalent weight.

gram formula weight for element--required for primary master species and must be the gram formula
weight for the pure element, not for an aqueous species.

Notes

Line 1 must be repeated for each element and each element valence state to be used by the program. Each
element must have a primary master species. If secondary master species are defined for an element, then the pri-
mary master species additionally must be defined as a secondary master species for one of the valence states.
PHREEQC will reduce all reaction equations to a form that contains only primary and secondary master species.
Each primary master species must be defined by SOLUTION_SPECIES input to have an identity reaction with
log K of 0.0. The treatment of alkalinity is a special case and “Alkalinity” is defined as an additional element. In
most cases, the definitions in SOLUTION_MASTER_SPECIES for alkalinity and carbon in the default database
files should be used without modification.
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The gram formula weight and formula are defined for convenience in converting units. For example, if your
data for nitrate are consistently reported in mg/L of nitrate as NO5, then gram formula weight should be set to 62.0

or formula should be set to “NO3”. Then it will not be necessary to use the as or gfw options in the SOLUTION
keyword data block. If nitrate is reported as mg/L as N, then gram formula weight should be set to 14.0 or formula
should be set to “N”. These variables (gram formula weight and formula) are only used if the concentration units
are in terms of mass; if the data are reported in moles, then the value of the variables is unimportant. The value of
gram formula weight for element is required for primary master species and its value is used to calculate the gram
formula weight when a formula is given, either in SOLUTION_MASTER_SPECIES or SOLUTION keyword

data block.

Example problems

The keyword SOLUTION_MASTER_SPECIES is used in example problem 1. See also the listing of the
default database file in Attachment B.

Related keywords
SOLUTION and SOLUTION_SPECIES.
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SOLUTION_SPECIES

This keyword is used to define chemical reaction, log K, and activity-coefficient parameters for each aque-
ous species. Normally, this data block is included in the database file and only additions and modifications are
included in the input file.

Example
Line O: SOLUTION_SPECIES
Line la: S04-2 = SO4-2
Line 2a: log k 0.0
Line Sa: -gamma 5.0 -0.04
Line 1b: SO4-2 + 9H+ + 8e- = HS- + 4H20
Line 2b: log _k 33.652
Line 3b: delta_h -40.14
Line 5b: -gamma 35 0.0
Line 1c: H20 = OH- + H+
Line 2c: log_k -14.000
Line 3c: delta_h 13.362 kcal
Line 4c: -analytical_expression -283.971 -0.05069842 13323.0 102.24447 -1119669.0
Line 5c: -gamma 3.5000 0.0000
Line 1d: HS- =S82-2 + H+
Line 2d: log_k -14.528
Line 3d: delta_h 114
Line 6: -no_check
Line 7d: -mole_balance S(-2)2
Explanation

Line 0: SOLUTION_SPECIES
Keyword for the data block. No other data are input on the keyword line.
Line 1: Association reaction
Association reaction for aqueous species. The defined species must be the first species to the right of
the equal sign. The association reaction must precede any identifiers related to the aqueous species.
Reaction is identity reaction for primary master species.
Line 2: log_k log K
log_Kk--Identifier for log K at 25°C. Optionally, -log_k, logk, -I[og_K], or -1[ogk].
log K--Log K at 25°C for the reaction. Default 0.0. Log K must be 0.0 for primary master species.
Line 3: delta_h enthalpy, units

delta_h--Identifier for enthalpy of reaction at 25°C. Optionally, -delta_h, deltah, -d[elta_h], or
-d[eltah].

enthalpy--enthalpy of reaction at 25°C for the reaction. Default 0.0.

units--Default units are kilojoules per mole. Units may be calories, kilocalories, joules, or kilojoules
per mole. Only the energy unit is needed (per mole is assumed) and abbreviations of these units
are acceptable. Explicit definition of units for all enthalpy values is recommended. The enthalpy
of reaction is used in the van’t Hoff equation to determine the temperature dependence of the
equilibrium constant. Internally, all enthalpy calculations are performed with the units of kilo-
joules per mole.

Line 4: -analytical_expression A}, Ay, A3 Ay As

-analytical_expression--Identifier for coefficients for an analytical expression for the temperature
dependence of log K. Optionally, analytical_expression, a_e, ae, -a[nalytical_expression],
-a[_e], -afe].
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A, Ay Aj Ay As--Five values defining log K as a function of temperature in the expression
A
5

T2

A
log K = A, +A,T+=2 +A,log o+~ , where T'is in Kelvin.
Line 5: -gamma Debye-Hiickel a, Debye-Hiickel b
-gamma--indicates activity-coefficient parameters are to be entered. Optionally, -g[amma]. If
-gamma is not input for a species, for charged species the Davies equation is used to calculate

Ju

the activity coefficient: logy = —Azz(—[ ~-03 u) ; for uncharged species the following

1+ 40
equation isused logy = 0.1t. If -gamma is entered, then the equation from WATEQ (Truesdell
Az’
and Jones, 1974) is used, logy = Az R bl . In these equations, Y is the activity coeffi-
1+ Bao,\/p_t

cient, | is ionic strength, and A and B are constants at a given temperature.

Debye-Hiickel a--parameter a° in the WATEQ activity-coefficient equation.
Debye-Hiickel b--parameter b in the WATEQ activity-coefficient equation.
Line 6: -no_check

-no_check--indicates the reaction equation defining aqueous species should not be checked for charge
and elemental balance. Optionally, no_check, or -n[o_check]. By default, all equations are
checked. The only exceptions might be polysulfide species which assume equilibrium with a
solid phase; this assumption has the effect of removing solid sulfur from the mass-action equa-
tion. However, the identifier -mole_balance is needed to ensure that the proper number of atoms
of each element are included in mole-balance equations (see -mole_balance).

Line 7: -mole_balance formula
-mole_balance--indicates the stoichiometry of the species will be defined explicitly. Optionally,
mole_balance, mass_balance, mb, -m[ole_balance], -mass_balance, -m[b].

formula--chemical formula defining the stoichiometry of the species. Normally, both the stoichiome-
try and mass-action expression for the species are determined from the chemical equation that
defines the species. Rarely, it may be necessary to define the stoichiometry of the species sepa-
rately from the mass-action equation. The polysulfide species provide an example. These spe-
cies are traditionally assumed to be in equilibrium with native sulfur. The activity of a pure solid
is 1.0 and thus the term for native sulfur does not appear in the mass-action expression (Line
1d). The S,™ species contains two atoms of sulfur, but the chemical equation indicates it is
formed from species containing a total of one sulfur atom. The -mole_balance identifier is
needed to give the correct stoichiometry. Note that unlike all other chemical formulas used in
PHREEQC, the valence state of the element can and should be included in the formula (Line
7d). The example indicates that the polysulfide species will be summed into the S(-2) mole-bal-
ance equation in any initial solution calculations.

Notes

Line 1 must be entered first in the definition of a species. Additional sets of lines (lines 1-8 as needed) may
be added to define all of the aqueous species. A log K must be defined for each species with either log_k (line 2)
or -analytical_expression (line 4); default is 0.0, but is not meaningful except for primary master species. In this

example, the following types of aqueous species are defined: (a) a primary master species, SO4'2, the reaction is
an identity reaction and log K is 0.0; (b) a secondary master species, HS", the reaction contains electrons; (c) an
aqueous species that is not a master species, OH"; and (d) an aqueous species for which the chemical equation does
not balance, S2'2.
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By default, equation checking for charge and elemental balance is in force for each equation that is pro-
cessed. Checking can only be disabled by using -no_check for each equation that is to be excluded from the check-

ing process.

Example problems

The keyword SOLUTION_SPECIES is used in example problem 1. See also the listing of the default data-
base file in Attachment B.

Related keywords
SOLUTION_MASTER_SPECIES and SOLUTION.
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SURFACE

This keyword is used to define the amount and composition of each surface in a surface assemblage. The
composition of a surface assemblage can be defined in two ways, (1) implicitly, by specifying that the surface
assemblage is in equilibrium with a solution of fixed composition or (2) explicitly, by defining the amounts of the
surfaces in their neutral form (for example, SurfbOH). A surface assemblage may have multiple surfaces and each
surface may have multiple binding sites, which are identified by letters following an underscore.

Example 1

Line Oa: SURFACE 1 Surface in equilibrium with solution 10

Line 1a: -equilibrate with solution 10

Line 2a: Surfa_w 1.0 1000. 0.33
Line 2b: Surfa_s 0.01

Line 2c: Surfb 0.5 1000. 0.33
Line 3: -diffuse_layer 2e-8

Line Ob: SURFACE 2 Ignore electrostatic double layer
Line 1b: -equilibrate with solution 10

Line 2b: Surfc 0.5 1000. 0.33
Line 4: -no_edl

Explanation 1

Line 0: SURFACE [number] [description]
SURFACE is the keyword for the data block.

number--positive number to designate this surface assemblage and its composition. Default is 1. A
range of numbers may also be given in the form m-n, where m and n are positive integers, m is
less than n, and the two numbers are separated by a hyphen without intervening spaces.

description--optional character field that describes the surface assemblage.

Line 1: -equilibrate number

-equilibrate--indicates that the surface assemblage is defined to be in equilibrium with a given solu-
tion composition. Optionally, equil, equilibrate, or -e[quilibrate].

number--solution number with which the surface assemblage is to be in equilibrium. Any alphabetic
characters following the identifier and preceding an integer (“with solution” in line 1a) are
ignored.

Line 2: surface name, sites, specific area, mass
surface name--name of a surface binding site (analogous to the name of an element).
sites--total number of sites for this binding site, in moles.

specific area--specific area of surface, in m2/g. Default 600 m2/g.
mass--mass of surface, in g. Default O g.
Line 3: -diffuse_layer [thickness]

-diffuse_layer--indicates that the composition of the diffuse layer will be estimated, such that, the net
surface charge plus the net charge in the diffuse layer will sum to zero. Optionally,
diffuse_layer, -d[iffuse_layer]. See notes following the example. The identifiers
-diffuse_layer and -no_edl are mutually exclusive.

thickness--thickness of the diffuse layer in meters. Default is 108 m (100 Angstrom).
Line 4: -no_edl
-no_edl--indicates that no electrostatic terms will be used in the calculation. No potential term will be

included in the mass-action expressions for the surface species and no charge-balance equations
for the surface will be used. The identifiers -diffuse_layer and -no_edl are mutually exclusive.
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Notes 1

The default databases contain thermodynamic data for a surface named “Hfo” (Hydrous Ferric Oxides) that
are derived from Dzombak and Morel (1990). Two sites are defined in the databases: a strong binding site, Hfo_s,
and a weak binding site Hfo_w.

The order of lines 1, 2, 3, and 4 is not important. Lines 1 and, optionally, 3 or 4 should occur only once within
the keyword data block. Line 2 may be repeated to define the amounts of all of the binding sites for all of the sur-
faces. In the example, two surfaces are considered, Surfa and Surfb. Surfa has two binding sites, Surfa_w and
Surfa_s; the surface area and mass for Surfa must be defined in the input data for at least one of the two binding
sites. Surfb has only one kind of binding site and the area and mass must be defined as part of the input for this
binding site.

Lines 1a and 1b require the program to make two calculations to determine the composition of each of the
surface assemblages. Before any reaction calculations, two initial surface-composition calculations will be per-
formed to determine the composition of the surface assemblages that would exist in equilibrium with the specified
solution (solution 10 for both surface assemblages in this example). The composition of the solution will not
change during these calculations. In contrast, during a reaction calculation, when a surface assemblage (defined as
in example 1 or example 2 of this section) is placed in contact with a solution with which it is not in equilibrium,
both the surface composition and the solution composition will adjust to reach a new equilibrium.

When the -diffuse_layer identifier is used, the composition of the diffuse layer is calculated. The moles of
each aqueous species in the diffuse layer are calculated according to the method of Borkovec and Westall (1983)

and the assumption that the diffuse layer is a constant thickness (optional input with -diffuse_layer, default is 108
m). The net charge in the diffuse layer exactly balances the net surface charge. Conceptually, the results of using
this alternative approach are correct. Charge imbalances on the surface are balanced in the diffuse layer and the
solution remains charge balanced. There still exist great uncertainties in the true composition of the diffuse layer
and the thickness of the diffuse layer. The ion complexation in the bulk solution is assumed to apply in the diffuse
layer, which is unlikely because of changes in the dielectric constant of water. The thickness of the diffuse layer is
purely an assumption that allows the volume of water in the diffuse layer to remain small relative to the solution
volume. It is possible, especially for solutions of low ionic strength, for the calculated concentration of an element
to be negative in the diffuse layer. In these cases, the assumed thickness of the diffuse layer is too small or the entire
diffuse-layer approach is inappropriate. The calculation of the diffuse-layer composition involves a computer
intensive integration and an additional set of iterations. The -diffuse_layer identifier causes calculations to be 5 to
10 times slower than calculations with the default approach.

The -diffuse_layer identifier is a switch that activates a different model to account for the accumulation of
surface charge. An additional printout of the elemental composition of the diffuse layer is produced. When
-diffuse_layer is not used (default), to account for the charge that develops on the surface, an equal, but opposite,
amount of charge imbalance is attributed to the solution. Thus, charge imbalances accumulate in the solution and
on the surface when surfaces and solutions are separated. This handling of charge imbalances for surfaces is phys-
ically incorrect. Consider the following, where a charge-balanced surface is brought together with a charge-bal-
anced solution. Assume a positive charge develops at the surface. Now remove the surface from the solution. With
the present formulation, a positive charge imbalance is associated with the surface, Z,, and a negative charge imbal-

ance, Z,,,, is associated with the solution. In reality, the charged surface plus the diffuse layer surrounding it would

be electrically neutral and both should be removed when the surface is removed from solution. This would leave
an electrically neutral solution. The default formulation is workable; its main defect is that the counter-ions that
should be in the diffuse layer are retained in the solution. The model results are adequate, provided solutions and
surfaces are not separated or the exact concentrations aqueous counter-ions are not critical to the investigation.

A third alternative for modeling surface-complexation reactions, in addition to the default and
-diffuse_layer, is to ignore the surface potential entirely. The -no_edl identifier eliminates the potential term from
mass-action expressions for surface species, eliminates any charge-balance equations for surfaces, and eliminates
any charge-potential relationships. The charge on the surface is calculated and saved with the surface composition
and an equal and opposite charge is stored with the aqueous phase. All of the cautions about separation of charge,
mentioned in the previous two paragraphs, apply to the calculation using -no_edl.

For transport calculations, it is much faster in terms of cpu time to use either the default (no explicit diffuse
layer calculation or -no_edl). However, -diffuse_layer can be used to test the sensitivity of the results to dif-
fuse-layer effects. All solutions should be charge balanced for transport calculations.
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Example 2
Line O: SURFACE 1 Measured surface composition
Line la: Surf_wOH 0.3 660. 0.25

Line 1b: Surf_sOH 0.003

Explanation 2

Line 0: SURFACE [number] {description)
Same as example 1.
Line 1: formula, sites, specific area, mass
formula--formula of the surface binding site in its OH form, Surf_sOH and Surf_wOH in this example.
It is important to include the OH in the formula or hydrogen and oxygen will be extracted from
the solution during the reaction step, which will cause unexpected redox or pH reactions.
sites--total number of sites for this binding site, in moles.

specific area--specific area of surface, in m2/g.
mass--mass of surface, in g.

Notes 2

Although this example only defines one surface with two binding sites, Surf_s and Surf_w, other surfaces
with one or more binding sites could be defined by repeating line 1. The -diffuse_layer or -no_edl identifier can
also be included in this example.

After a reaction has been simulated, it is possible to save the resulting surface composition with the SAVE
keyword. If the new composition is not saved, the surface composition will remain the same as it was before the
reaction. After it has been defined or saved, the surface composition may be used in subsequent simulations
through the USE keyword.

Example problems

The keyword SURFACE is used in example problems 8 and 10.

Related keywords
SURFACE_MASTER_SPECIES, SURFACE_SPECIES, SAVE surface, and USE surface.
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SURFACE_MASTER_SPECIES

This keyword is used to define the correspondence between surface binding-site names and surface master
species. Normally, this data block is included in the database file and only additions and modifications are included
in the input file. The default databases contain master species for Hfo_s and Hfo_w, which represent the weak and
strong binding sites of Dzombak and Morel (1990).

Example
Line O: SURFACE_MASTER_SPECIES
Line 1a: Surf_s  Surf_sOH
Line 1b: Surf_w  Surf_wOH
Explanation

Line 0: SURFACE_MASTER_SPECIES
Keyword for the data block. No other data are input on the keyword line.
Line 1: surface binding-site name, surface master species
surface binding-site name--name of a surface binding site. It must begin with a capital letter, followed
by zero or more lower case letters. Underscores (“_"") plus one or more lower case letters are
used to differentiate types of binding sites on a single surface. Multiple binding sites can be
defined for each surface.
surface master species--formula for the surface master species.

Notes

In this example, a surface named “Surf” has a strong and a weak binding site. Association reactions for each
binding site must be defined with SURFA CE_SPECIES. The number of sites, in moles, for each binding site must
be defined in the SURFACE keyword data block. The surface area per gram and the number of grams of the sur-
face-bearing material are also defined with the SURFACE keyword data block. In setting up the equations for a
simulation that includes multiple binding sites, one mole-balance equation is included for each binding site for
each surface and one charge-balance equation is included for each surface (including all of its binding sites).

All reactions for the binding sites of a surface (Surf_s and Surf_w, in this example) must be written in terms
of the surface master species (Surf_sOH and Surf_wOH in this example). Each surface master species must be
defined by an identity reaction with log K of 0.0 in SURFACE_SPECIES input.

Example problems

The keyword SURFACE_MASTER_SPECIES is not used in the example problems. See the listing of the
default database file in Attachment B for examples.

Related keywords
SURFACE, SURFACE_SPECIES, SAVE surface, and USE surface.
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SURFACE_SPECIES

This keyword is used to define a reaction and log K for each surface species, including surface master spe-
cies. Normally, this data block is included in the database file and only additions and modifications are included in
the input file. Surface species defined in Dzombak and Morel (1990) are defined in the default databases. The mas-
ter species are Hfo_w and Hfo_s for the weak and strong binding sites.

Example
Line 0: SURFACE_SPECIES
Line 1a: Surf_sOH = Surf_sOH
Line 2a log k 0.0
Line 1b: Surf_sOH + H+ = Surf_sOH2+
Line 2b: log_k 6.3
Line 1c: Surf_wOH = Surf_wOH
Line 2¢ log k 0.0
Line 1d: Surf_wOH + H+ = Surf_wOH2+
Line 2d: log_k 43
Line le: Surf_sOH + U02+2 = (Surf_s202)UO2 + 2H+
Line 2e: log _k -2.57
Line 3: -no_check
Line 4: -mole_balance (Surf_sO)2U02
Explanation

Line 0: SURFACE_SPECIES
Keyword for the data block. No other data are input on the keyword line.
Line 1: Association reaction
Association reaction for surface species. The defined species must be the first species to the right of
the equal sign. The association reaction must precede all identifiers related to the surface spe-
cies. Line 1a is the master-species identity reaction.
Line 2: log_k log K
log_Kk--identifier for log K at 25°C. Optionally, -log_k, logk, -1[og_K], or -1{ogk].
log K--Log K at 25°C for the reaction. Default 0.0. Log K for a master species is 0.0.
Line 3: -no_check
-no_check--indicates the equation defining the aqueous species should not be checked for charge and
elemental balance. Optionally, no_check, or -n[o_check]. By default, all equations are checked.
The only exceptions might be for bidentate surface sites. However, the identifier -mole_balance
is needed to ensure that the proper number of atoms of each element and moles of surface sites
are included in mole-balance equations.
Line 4: -mole_balance formula
-mole_balance--Indicates the stoichiometry of the species will be defined explicitly. Optionally,
mole_balance, mass_balance, mb, -m[ole_balance], -mass_balance, -m[b].
formula--chemical formula defining the stoichiometry of the species. Normally, both the stoichiome-
try and mass-action expression for the species are determined from the chemical equation that
defines the species. Rarely, it may be necessary to define the stoichiometry of the species sepa-
rately from the mass-action equation. Sorption of uranium on iron oxides as described by Waite
and others (1994) provides an example. They use different coefficients in the mass-action equa-
tion than the mole-balance equations. The chemical equation defining the species (Line 1e) is
used to obtain the mass-action expression. By default, the formula for the species is derived
from the sum of all the species in the equation excluding the defined surface species. The
-mole_balance identifier is used to specify explicitly the stoichiometry of the surface species
(Line 4).
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Notes

Lines 1 through 4 may be repeated as necessary to define all of the surface reactions. An identity reaction is
needed to define each master surface species, lines 1a, 2a and 1c, 2c¢ in this example. The log K for the identity
reaction must be 0.0.

An underscore plus one or more lowercase letters is used to define different binding sites for the same sur-
face. In the example, association reactions for a strong and a weak binding site are defined for the surface named
“Surf.” Multiple surfaces may be defined simply by defining multiple master surface species (for example, Surfa,
Surfb, and Surfc). Multiple binding sites can be defined for each surface. Association reactions for each surface
and binding site must be defined with SURFACE_SPECIES input.

Temperature dependence of log K can be defined with enthalpy of reaction (identifier delta_h) and the van’t
Hoff equation or with an analytical expression (-analytical_expression). See SOLUTION_SPECIES or
PHASES for examples.

The identifier -no_check can be used to disable checking charge and elemental balances (see
SOLUTION_SPECIES). The use of -no_check is not recommended. If -no_check is used, then the
-mole_balance identifier is needed to ensure the correct stoichiometry for the surface species.

Example problems

The keyword SURFACE_SPECIES is used in example problems 8 and 10. See the listing of the default
database file in Attachment B for additional examples.

Related keywords

SURFACE, SURFACE_MASTER_SPECIES, SAVE surface, SOLUTION_SPECIES, and USE sur-
face.
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TITLE

This keyword data block is used to include a comment for a simulation in the output file. The comment will
appear in the echo of the input data and it will appear at the beginning of the simulation calculations.

Example

Line O: TITLE The title may begin on this line,

Line 1a: or on this line.

Line 1b: It continues until a keyword is encountered at the beginning of a line
Line 1c: or until the end of the file.

Explanation

Line 0: TITLE comment
TITLE is the keyword for the data block. Optionally, COMMENT.
comment--The first line of a title (or comment) may begin on the same line as the keyword.
Line 1: comment
comment--The title (or comment) may continue on as many lines as necessary. Lines are read and
saved as part of the title until a keyword begins a line or until the end of the input file.

Notes

Be careful not to begin a line of the title with a keyword because that signals the end of the TITLE keyword
data block. The TITLE keyword data block is intended to be used to identify each simulation in the output file. If
more than one title keyword is entered for a simulation, each will appear in the output file as part of the echo of the
input data, but only the last will also appear at the beginning of the simulation calculations.

Example problems

The keyword TITLE is used in all example, 1-12.
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TRANSPORT

This keyword data block is used to specify the number of cells and the number of “shifts” for a transport
simulation. Transport simulations are one dimensional and model advective “plug flow” only. No dispersion is
simulated; however, all chemical processes modeled by PHREEQC may be included in a transport simulation.

Example
Line O: TRANSPORT
Line 1: -cells 5
Line 2: -shifts 25
Line 3: -print 5
Line 4: -selected_output 5
Explanation

Line 0: TRANSPORT
TRANSPORT is the keyword for the data block.
Line 1: -cells ncell
-cells--Indicates that the number of cells in the transport simulation will be given. Optionally, cells, or
-c[ells].
ncell--number of cells in a one dimensional column to be used in the transport simulation. Default 0.
Line 2: -shifts nshift
-shifts--Indicates that the number of shifts or “time steps” in the transport simulation will be given.
Optionally, shifts, or -sh[ifts].
nshift--number of times the solution in each cell will be shifted to the next higher numbered cell.
Default 0.
Line 3: -print modulus
-print--Results will be written to the output file during transport step numbers that are evenly divisible
by modulus. Optionally, -p[rint]. Note the hyphen is required to avoid a conflict with the key-
word PRINT.
modulus--Printing to the output file will occur after every modulus transport steps. Default 1.
Line 4: -selected_output modulus
-selected_output--Results will be written to the selected-output file during transport step numbers that
are evenly divisible by modulus. Optionally, -se[lected_output]. Note the hyphen is required to
avoid a conflict with the keyword SELECTED_OUTPUT.
modulus--Printing to the selected-output file will occur after every modulus transport steps. Default 1.

Notes

The transport capabilities of PHREEQC are derived from a more complete formulation of 1-dimensional,
advective, dispersive transport presented by Appelo and Postma (1993). In this example a column of five cells
(ncell) is modeled and 5 pore volumes of filling solution are moved through the column (nshift/ncell is 5). Most of
the information for transport calculations must be entered with other keywords. Transport assumes that solutions
with numbers 0 through ncell have been defined using SOLUTION input or SAVE. These solutions represent the
infilling solution (solution 0) and the initial solution in each cell (1 through ncell). Pure-phase assemblages may
be defined with EQUILIBRIUM_PHASES or SAVE, with the number of the assemblage corresponding to the
cell number. Likewise, an exchange assemblage, a surface assemblage, and a gas phase can be defined for each
cell through EXCHANGE, SURFACE, GAS_PHASE, or SAVE keywords, with the identifying number corre-
sponding to the cell number. Note that ranges of numbers can be used to define multiple solutions, exchange assem-
blages, surface assemblages, or gas phases simultaneously and that SAVE allows a range of numbers to be used.
REACTION can also be used to define a stoichiometric reaction that applies to each cell at each time step, with
the reaction number corresponding to the cell number. This capability is not very useful because it represents only
zero-order kinetics. Better definition of kinetic reactions is obviously needed. The MIX keyword can be used in
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transport modeling to define simplistic dispersion or lateral inflow to the column. At each shift, solution ncell-1 is
moved to cell ncell, any stoichiometric reaction or mixing for cell ncell is added, and the solution is equilibrated
with the contents of cell ncell; solution ncell-2 is moved to cell ncell-1, reaction or mixing for cell ncell-1 is added,
and equilibrated with the contents of cell ncell-1; and so on until solution 0 is moved to cell 1. The moles of pure
phases and the compositions of the exchange assemblage, surface assemblage, and gas phase in each cell are
updated with each shift.

By default, the composition of the solution, pure-phase assemblage, exchange assemblage, surface assem-
blage, and gas phase are printed for each cell for each shift. Use of -print will limit the amount of data written to
the output file. In the example, results are written to the output file after each integer pore volume has passed
through the column. Data written to the output file can be further limited with the keyword PRINT (see -reset
false). If SELECTED_OUTPUT has been defined (recommended), then each cell and each shift will produce an
additional line in the selected-output file. Use of -selected_output will limit the frequency that data are written to
the selected-output file. The setting for -print does not affect the selected-output file.

The capabilities provided with the TRANSPORT keyword are not intended to be a complete formulation
of chemical reaction in flowing conditions. It is, however, sufficient to make initial investigations, and by compar-
ison to other programs it is computationally fast. For many systems with limited data, the kinds of calculations
available with TRANSPORT are adequate and appropriate.

Example problems

The keyword TRANSPORT is used in example problems 9 and 10.

Related keywords

EXCHANGE, GAS_PHASE, MIX, PRINT, EQUILIBRIUM_PHASES, REACTION,
REACTION_TEMPERATURE, SAVE, SELECTED_OUTPUT, SOLUTION, and SURFACE.
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USE

This keyword data block is used to specify which solution, surface assemblage, exchange assemblage, and
pure-phase assemblage are to be used in the reaction calculation of a simulation. USE can also specify previously
defined reaction parameters (REACTION keyword), reaction-temperature parameters
(REACTION_TEMPERATURE keyword), and mixing parameters (MIX keyword) are to be used in the reac-
tion calculation.

Example

Line Oa: USE equilibrium_phases none
Line Ob: USE exchange 2
Line Oc: USE gas_phase 3
Line 0d: USE mix 1
Line Qe: USE reaction 2
Line Of: USE reaction_temperature 1
Line Og: USE solution 1
Line Oh: USE surface 1-

Explanation

Line 0: USE keyword, (number or none)
USE is the keyword for the data block.
keyword--one of eight keywords, equilibrium_phases, exchange, gas_phase, mix, reaction,
reaction_temperature, solution, or surface.
number--positive integer associated with previously defined composition or reaction parameters.
none--the specified keyword will not be used in the reaction simulation.

Notes

Reactions are defined by allowing a solution or mixture of solutions to come to equilibrium with one or more
of the following entities: an exchange assemblage, a surface assemblage, a pure-phase assemblage, or a gas phase.
In addition, mixtures, irreversible reactions, and reaction temperatures can be specified for reaction calculations.
Entities can be defined implicitly: a solution or mixture (SOLUTION or MIX keywords) must be defined within
the simulation, then the first of each kind of entity defined in the simulation will be used in the reaction simulation.
That is, the first solution (or mixture) will be brought together with the first of each of the following entities that
is defined in the simulation: exchange assemblage (EXCHANGE), gas phase (GAS_PHASE), pure-phase assem-
blage (EQUILIBRIUM_PHASES), surface assemblage (SURFACE), reaction (REACTION), and reaction
temperature (REACTION_TEMPERATURE); these entities will then be allowed to equilibrate. Alternatively,
entities can be defined explicitly with the USE keyword. “USE keyword number” can be used to explicitly define
an entity to be used in the reaction calculation. Any combination of the keyword keywords can be used to define a
reaction. “USE keyword none” can be used to eliminate an entity that was implicitly defined to be in a reaction.
For example, if only a solution and a surface are defined in a simulation and the surface is defined to be in equilib-
rium with the solution, then implicitly, an additional reaction calculation will be made to equilibrate the solution
with the surface. Though not incorrect, the reaction calculation will produce the exact same compositions for the
solution and surface. By including “USE surface none”, the reaction calculation will be eliminated (see examples
8 and 9). The composition of the solution, exchange assemblage, surface assemblage, pure-phase assemblage, or
gas phase can be saved after a set of reaction calculations with the SAVE keyword.

Example problems

The keyword USE is used in example problems 3, 6,7, 8, and 9.
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USE

Related keywords

EQUILIBRIUM_PHASES, EXCHANGE, GAS_PHASE, MIX, REACTION,
REACTION_TEMPERATURE, SAVE, SOLUTION, and SURFACE.
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SUMMARY OF DATA INPUT

END
EQUILIBRIUM_PHASES

Line 0: EQUILIBRIUM_PHASES [number] [description]
Line 1: phase name [saturation index ([alternative formula] or [alternative phase]) [amount]]
EXCHANGE

Example 1

Line 0: EXCHANGE [number] [description]
Line 1: chemical formula, amount
Example 2

Line 0: EXCHANGE [number] [description]

Line 1: -equilibrate number

Line 2: exchanger name, amount
EXCHANGE_MASTER_SPECIES

Line 0: EXCHANGE_MASTER_SPECIES
Line 1: exchange name, exchange master species

EXCHANGE_SPECIES

Line 0: EXCHANGE_SPECIES
Line 1: Association reaction
Line 2: log_k log K
Line 3: delta_h enthalpy, units
Line 4: -analytical_expression A}, Ay, A3 Ay As
Line 5: -no_check
Line 6: -mole_balance formula
GAS_PHASE

Line 0: GAS_PHASE [number] [description]

Line 1: -pressure pressure

Line 2: -volume volume

Line 3: -temperature temp

Line 4: phase name, partial pressure
INVERSE_MODELING

Line 0: INVERSE_MODELING [nrumber] [description]
Line 1: -solutions, list of solution numbers

Line 2: -uncertainty, list of uncertainties

Line 3: -phases

Line 4: phase name [constraint]

Line 5: -balances

Line 6: element or valence state name [list of uncertainties|
Line 7: -range [maximum]|

Line 8: -minimal

Line 9: -tolerance ol
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KNOBS

MIX

Line 0: KNOBS

Line 1: -iterations iterations

Line 2: -tolerance rolerance

Line 3: -step_size step_size

Line 4: -pe_step_size pe_step_size

Line 5: -diagonal_scale [True or False]
Line 6: -debug_prep [True or False]
Line 7: -debug_set [True or False]
Line 8: -debug_model [True or False]
Line 9: -debug_inverse [True or False]
Line 10: -logfile [True or False]

Line 0: MIX [number] [description]
Line 1: solution number, mixing fraction

PHASES

Line 0: PHASES

Line 1: Phase name

Line 2: Dissolution reaction
Line 3: log_k log K

Line 4: delta_h enthalpy, units

Line 5: -analytical_expression A;, Ay, A3 Ay As

PRINT

Line 0: PRINT
Line 1: -reset [True or False]
Line 2: -eh [True or False]

Line 3: -equilibrium_phases [True or False]

Line 4: -exchange [True or False]
Line 5: -gas_phase [True or False]
Line 6: -other [True or False]

Line 7: -saturation_indices [True or False]

Line 8: -species [True or False]
Line 9: -surface [True or False]
Line 10: -totals [True or False]
Line 11: -selected_output [True or False]
Line 12: -status [True or False]

REACTION

Line 0: REACTION [number] [description]
Line 1: (phase name or formula), relative stoichiometry

Line 2: list of reaction amounts, units

Line 2: reaction amount [units] [in steps]

Example 2

Line 0: REACTION [number] [description]
Line 1: (phase name or formula), relative stoichiometry

SUMMARY OF DATA INPUT
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REACTION_TEMPERATURE
Example 1

Line 0: REACTION_TEMPERATURE [number] [description]
Line 1: list of temperatures
Example 2

Line 0: REACTION_TEMPERATURE [number] [description]
Line 1: temp,, temp,, in steps

SAVE

Line 0: SAVE keyword, number
SELECTED_OUTPUT

Line 0: SELECTED_OUTPUT
Line 1: -file file name
Line 2: -totals element list
Line 3: -molalities species list
Line 4: -activities species list
Line 5: -equilibrium_phases phase list
Line 6: -saturation_indices phase list
Line 7: -gases gas list
SOLUTION

Line 0: SOLUTION [number] [description]

Line 1: temp value

Line 2: pH value [([charge] or [phase name] [saturation index])]
Line 3: pe value [([charge] or [phase name] [saturation index])]
Line 4: redox redox couple

Line 5: units concentration units

Line 6: density value

Line 7: element list, concentration, [units], ([as formula] or [gfw gfw]), [redox couple], ([charge] or [phase
name] [saturation index))

SOLUTION_MASTER_SPECIES

Line 0: SOLUTION_MASTER_SPECIES

Line 1: element name, master species, alkalinity, (gram formula weight or formula), gram formula weight
of element

SOLUTION_SPECIES

Line 0: SOLUTION_SPECIES

Line 1: Association reaction

Line 2: log_k log K

Line 3: delta_h enthalpy, units

Line 4: -analytical_expression A;, Ay, A3 A, As
Line 5: -gamma Debye-Hiickel a, Debye-Hiickel b
Line 6: -no_check

Line 7: -mole_balance formula
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SURFACE

Line O:
Line 1:
Line 2:
Line 3:
Line 4:

Line O:

Example 1
SURFACE [number] [description]
-equilibrate number
surface name, sites, specific area, mass
-diffuse_layer [thickness]
-no_edl

Example 2
SURFACE [number] [description]

Line 1: formula, sites, specific area, mass

Line 2:

-diffuse_layer [thickness]

Line 3 -no_edl
SURFACE_MASTER_SPECIES

Line O:
Line 1:

SURFACE_MASTER_SPECIES

surface binding-site name, surface master species

SURFACE_SPECIES

Line O:
Line 1:
Line 2:
Line 3:
Line 4:
Line 5:
Line 6:

TITLE

Line O:
Line 1:

SURFACE_SPECIES

Association reaction

log k log K

delta_h enthalpy, units
-analytical_expression A;, A, A3 Ay As
-no_check

-mole_balance formula

TITLE comment

comment

TRANSPORT

USE

Line O:
Line 1:
Line 2:
Line 3:
Line 4:

Line O:

TRANSPORT
~cells ncell
-shifts nshift
~print modulus

-selected_output modulus

USE keyword, (number or none)

SUMMARY OF DATA INPUT
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EXAMPLES

In this section of the report several example calculations using PHREEQC are presented that demonstrate
most of the capabilities of the program. Several of the examples are derived from examples in the PHREEQE man-
ual (Parkhurst and others, 1980). The input files for all examples are included in tables, which should serve as tem-
plates for modeling other geochemical processes. Only selected output from each of the example runs is presented.

Example 1--Speciation Calculation

This example calculates the distribution of aqueous species in seawater and the saturation state of seawater
relative to a set of minerals. To demonstrate how to expand the model to new elements, uranium is added to the
aqueous model defined by phreegc.dat. [The larger of the two database files included with the program distribu-
tion, wateqg4f.dat, is derived from WATEQA4F (Ball and Nordstrom, 1991) and includes uranium.]

A comment about the calculations performed in this simulation is included with the TITLE keyword. The
essential data needed for a speciation calculation are the temperature, pH, and concentrations of elements and (or)
element valence states (table 2). The input data set corresponding to the analytical data are shown in table 3 under
the keyword SOLUTION. Note that valence states are identified by the chemical symbol for the element followed
by the valence in parentheses [S(6), N(5), N(-3), and O(0)]. The default units are specified to be ppm in this data
set. This default can be overridden for any concentration, as demonstrated by the uranium concentration, which is
specified to be ppb instead of ppm.

Table 2. Seawater composition

PHREEQC Concentration

Analysis
notation ppm

Calcium Ca 4123
Magnesium Mg 1291.8
Sodium Na 10768.0
Potassium K 399.1
Iron Fe 0.002
Manganese Mn 0.0002
Silica, as SiO, Si 4.28
Chloride Cl 19353.0
Alkalinity, as HCO5 Alkalinity 141.682
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